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Summary

The research program involved a collaborative effort between the Johns Hopkins Univer-
sity (JHU, prime contractor) and Sandia National Laboratories (SNL, subcontractor) that
specifically aimed at:

1. Construction of uncertainty quantification (UQ) methods for microfluid applications
involving transport and kinetics;

2. Development of computational techniques that implement these methods;

3. Assembly of uncertainty modules in a computational code that simulates a multicom-
ponent reacting mixture; and,

4. Demonstration of UQ schemes and decision support capabilities.

A novel probabilistic approach to UQ in a detailed electrochemical microchannel flow
was adopted. The key concept in this approach is to consider the uncertainty as generating
a new dimension, and to regard the solution as being dependent on this dimension. A
convergent expansion along the new dimension is then sought in terms of the Polynomial

Chaos (PC) system, and the coefficients in this representation are determined through a weighted
residual formalism. Solution of the resulting stochastic governing equations is then used
to efficiently obtain accurate predictions of the mean solution and to quantify uncertainty
around the mean.

Consisent with the program objectives, the PC-based UQ approach was applied to a
detailed physical model of electrochemical microchannel flow. The physical formulation in-
corporates realistic models for the dependence of mixture properties on local species concen-
trations, the variation of the (-potential with local mixture conditions, and buffer behavior.
It also relies on a specially-tailored, mixed differential-algebraic construction that efficiently
accommodates both fast electrolyte buffer chemistry and slow bio-reaction kinetics.

A modular approach to code design was adopted. The code consisted of three main
modules, each incorporating optimized numerical constructions for the solution of: (a) the
transient flow field, (b) the species concentrations, and (c) the electrostatic field. One of
the advantages of this modular construction is that it efficiently accommodates different bio-
reactions, buffer solutions as well as operating and boundary conditions. The computational
code constructed relies on finite-difference discretization of the stochastic model equations.
Solution of the momentum equations is accomplished using a stochastic projection method
(SPM) which was developed during the course of the project. The construction of SPM
exploits the decoupled nature of stochastic divergence constraints and results in an efficient
solution algorithm which scales linearly with the number of stochastic degrees of freedom.
Numerical tests also demonstrate that stochastic modeling errors decay exponentially with
increasing refinement in the stochastic dimensions. Thus, the scheme exhibits substantial
computational advantages over Monte-Carlo (MC) techniques.



Meanwhile, integration of the species concentration equations is performed using a specially-
tailored operator-split discretization that is combined with an upwind stochastic discretiza-
tion of the transport terms. Coupled with the differential-algebraic chemistry formulation,
the construction defeats the stiffness of the governing equations due to disparity between
chemical and diffusion timescales. Solution of the non-linear algebraic constraints associated
with fast buffer kinetics is performed using an adapted Newton solver. Non-linear operations
on stochastic quantities are computed using the UQ toolkit, a software library that was also
developed during the project. The utility of this toolkit was demonstrated during the con-
struction of the stochastic code as well as in combination with simplified CAD models. In
the former area, the UQ toolkit resulted in an elegant code formulation which resulted from
an efficient generalization of the deterministic base formulation. In the latter case, the UQ
toolkit enabled incorporation of UQ and decision-support capabilities into CAD models.

Construction of the stochastic code was completed by combininig momentum and species
concentration modules with a multigrid module for the solution of the electrostatic field.
The stochastic multigrid module inverts the non-separable elliptic equations for the stochas-
tic electrostatic field. The multigrid construction combines generalized multi-dimensional
coarsening and refinement iterations with a one-dimensional line relaxation scheme. This
combination results in an efficient construction which defeats the spatial complexity due to
the large aspect ratios encountered in microchannel domains.

The combined physical modeling, UQ and decision-support capabilities achieved through
the development of the stochastic code were demonstrated through applications of the code
to transient computations of protein-labeling reactions in two-dimensional electrochemical
microchannel flow.



1 Introduction

1.1 General

This final report highlights research activities conducted under a research program entitled,
“Quantitative Uncertainty Assessment and Numerical Simulation of Micro-Fluid Flows."
The research effort was supported by the Defense Advanced Research Projects Agency
(DARPA) and Air Force Research Laboratory, Air Force Materiel Command, USAF, un-
der agreement number F30602-00-2-0612. The period of performance was June 28, 2000 -
December 31, 2003.

The research program involved a collaborative effort between the Johns Hopkins Uni-
versity (JHU, prime contractor) and Sandia National Laboratories (SNL, subcontractor).
The Principal Investigators (Pls) at JHU were Profs. Omar Knio of the Mechanical
Engineering Department and Roger Ghanem of the Department of Civil Engineering; the PI
at SNL was Dr. Habib Najm of the Combustion Research Facility. The project also involved
collaborative effort with Prof. Olivier Le Maitre of the Universite d'Evry. Prof. Le Maitre's
involvement was made possible through several summer visits that were directly supported
by this research program. During the academic year, Prof. Le Maitre also contributed to this
program through efforts supported in part by CNRS, through affiliation with the Laboratoire
d'Informatique pour la Mecanique et les Sciences de I'Ingenieur, Orsay, France. A summary
of personnel involved in the project is provided in Appendix A.

1.2 Motivation

The design of micro-fluidic systems for biological or chemical sensing depends critically on
the ability to accurately predict complex transport and reaction phenomena that inherently
depend on a multitude of length- and time-scales. In many situations, this task is
complicated due to uncertainties that arise from diverse sources. These include inexact
knowledge of system forcing, initial and boundary conditions, as well as parametric
uncertainties in the physical model and in physical properties of the medium. These
properties may exhibit a random component with significant spatial or temporal fluctuations,
or may be known in an approximate fashion. A prominent example concerns chemical or
biological systems, whose modeling involves complex kinetic mechanisms which may
include dozens of species - each characterized by thermodynamic and transport properties -
and hundreds of elementary reactions - specified in terms of rate parameters. Transport
properties and rate parameters exhibit nontrivial dependence on the thermodynamic state
and this dependence must also be parameterized. Thus, micro-fluidic devices are described
by complex physical models having a large number of parameters that are known in an
approximate fashion only. Several factors, including measurement error and simplified
calculations/approximate estimates, contribute to this parametric uncertainty. In some
situations involving biological systems, this difficulty is further compounded by incomplete
or partial knowledge of the relevant reactions. Consequently, in order to become effective
tools, it is essential for simulation-based design approaches to include a rational assessment
of uncertainty.



Quantitative uncertainty propagation is also a crucial step in the evaluation of system
performance, which may be affected for instance by environmental parameters that are dif-
ficult to observe in a laboratory setting. Thus, it is also essential to predict the impact of
various combinations of external parameters and to quantify “off-design” behavior. This
issue is of prime importance for micro-fluidic detection devices, whose susceptibility to false
positives and false negatives must be carefully assessed in order to avoid potentially disas-
trous consequences. Performance analysis should also address the vulnerability of the system
to changes in environmental conditions, such as temperature, humidity, and airborne chem-
icals. These conditions may significantly alter system behavior, and it is crucial to develop
an understanding of these changes so that adequate design and deployment strategies can
be formulated. It is also essential to conduct such analyses during the design stages, so as to
avoid or minimize costly field trials. Managing uncertainty and mitigating its consequences
is crucial for controlling the confidence in the predictions of computer simulations of mi-
crofluidic devices, as it provides a rational coupling between prediction error control and
available or required data.

1.3 Objectives

Microfluidic simulation and design tools existing at the start of the program generally lacked
the necessary capabilities for quantitative uncertainty assessment. This project aimed at ad-
dressing this need, namely by developing computational uncertainty propagation and man-
agement methods that are ideally-suited for incorporation into microfluidic system simulation
and design tools. The general objectives of the project were:

1. Construct uncertainty quantification (UQ) methods for microfluid applications involv-
ing transport and kinetics;

2. Develop computational techniques that implement these methods;

3. Assemble uncertainty modules in a parallel code that simulates a multicomponent
reacting mixture;

4. Demonstrate application of uncertainty quantification schemes and decision support
capabilities.

As further described in section 2, the uncertainty representation and quantification approach
was based on a spectral Galerkin method. The key concept in this approach is to consider the
uncertainty as generating a new dimension, and to regard the solution as being dependent
on this dimension. A convergent expansion along the new dimension is then be sought
in terms of the Polynomial Chaos system, and the coefficients in this representation can be
determined through a weighted residual formalism. The proposed approach naturally results
in an efficient uncertainty propagation scheme and consequently avoids the prohibitive costs
of Monte-Carlo-type approaches. A second major advantage of the proposed approach is that
it efficiently yields quantitative estimates of the sensitivity of the solution to uncertainties



in input parameters, and in initial and boundary conditions. Moreover, it can adequately
accommodate correlated inputs, probe the dependence of specific observables on particular
components of the input data, and quantify the sensitivity of the parameters with respect
to the solution at various spatial locations (inverse problem). This quantitative information
is in a format that permits it to be readily used in designing experiments to better calibrate
and test the validity of postulated models, or in assessing “off-design” performance.



2 Approach

As mentioned in the introduction, our approach towards the representation of random input
data and solution variables is based on the so-called Polynomial Chaos decompositions [1,2].
PC methods rely on a probabilistic framework [3], which distinguishes them from alternative
approaches in uncertainty assessment including fuzzy set theories, interval analysis, convex
analysis, as well as linearization and perturbation methods. The fundamental concept on
which PC decompositions are based is to regard uncertainty as generating a new dimension
and the solution as being dependent on this dimension. A convergent expansion along
the new dimension is then sought in terms of a set of orthogonal basis functions, whose
coefficients can be used to quantify and characterize the uncertainty. The motivation behind
PC approaches includes its suitability to models expressed in terms of partial differential
equations, the ability to deal with situations exhibiting steep non-linear dependence of the
solution on random model data, and the promise of obtaining efficient and accurate estimates
of uncertainty. In addition, such information is provided in a format that permits it to be
readily used to probe the dependence of specific observables on particular components of
the input data, to design experiments in order to better calibrate or test the validity of
postulated models.

With the probabilistic framework of PC decompositions, a random variable is viewed
as a function of a single variable that refers to the space of elementary events. Similarly,
a stochastic process or field is then a function of n + 1 variables where n is the physical
dimension of the space over which each realization of the process is defined.

Contrary to Monte-Carlo (MC) simulation, which can be viewed as a collocation method
in the space of random variables, PC decompositions are based on coupling Hilbert space
concepts —specifically projections of random functions— directly with models of computational
mechanics. Random variables, defined as measurable functions from the set of basic events
onto the real line, provide the mechanism for achieving such coupling, and the solution to
the problem will be identified with its projection on a set of appropriately chosen basis
functions. This approach is thus consistent with the identification of the space of second-
order random variables* as a Hilbert space with the inner product on it defined as the
mathematical expectation operation [4]. This Hilbert space structure is very convenient as
it forms the foundation of many methods of deterministic numerical analysis; in addition,
projections on subspaces as well as convergent approximations can now be unambiguously
defined, quantified, and refined as necessary.

2.1 Random Variables and Processes

For brevity, we shall restrict our attention in this section to the case of Gaussian random
variables and processes. Recall that a Gaussian process, F(x, ), can be characterized by its
covariance function Rgg(x,vy). Here, x and y are used to denote spatial coordinates, while

*Second-order random variables are those random variables with finite variance, they are mathematically
similar to deterministic functions with finite energy.



6 is used to denote the random nature of the corresponding quantity. Being symmetrical
and positive definite, Rgp has all its eigenfunctions mutually orthogonal, and they form
a complete set spanning the function space to which F belongs. It can be shown that if
this set of deterministic eigenfunctions is used to represent F, then the random coefficients
appearing in the expansion are also orthogonal. The represents can be expressed in terms
of the well-known Karhunen-Loeve (KL) expansion [4]:

E(z.0) = B(z) + i NEO)64(), (1)

where E(x) is the mean of the stochastic process, &;(f) are orthogonal random variables, while
¢i(x) and \; are the eigenfunctions and eigenvalues of of the covariance kernel, respectively.
¢i(x) and \; are the solution of the following integral equation:

|, Bes(@.y)oi(y)dy = hoi(a), @

where D denotes the domain over which F(x,0) is defined.

Note that the KL expansion is mean-square convergent irrespective of the probabilistic
structure of the process being expanded, provided it has finite variance [4]. The closer
a process is to white noise, the more terms are required in the expansion. Conversely, a
Gaussian random variable, «, be represented by a single term, i.e. the KLL expansion can be
reduced to:

a=a+0,¢ (3)

where @ is the mean, o, is the standard deviation, and £ is normalized Gaussian with unit
standard deviation.

2.2 Polynomial Chaos Decomposition

The covariance function of the solution process is not known a priori, and hence the KL
expansion may not be used to approximate it. Furthermore, even when the problem specifi-
cation only involves Gaussian parameters or processes, the solution process is not necessarily
Gaussian, so that the KL representation may not be a suitable approximation even when
much is known about the covariance function of the solution. Thus, an alternative represen-
tation means is needed, and the PC decomposition addresses this need.

Since the solution process, u, is a function of the random data, it is natural to seek to
represent it as a non-linear functional of the &;’s that are used to represent the random data.
It can be shown [2] that this funcational dependence can be expressed in terms of polynomial
functions of the ;, known as polynomial chaoses, according to:

u=aopl'o + i ai I (&) + i i Wiyip [2(&ir i) + - - (4)

i1=1 i1=1142=1

where I',, (&, . . ., &, ) denotes the Polynomial Chaos [1,5] of order n in the variables (&;,, ..., &:,).

The polynomial chaoses are usually generalized multidimensional Hermite polynomials of

7



independent variables that are measurable functions with respect to the Wiener measure.
In particular, when the independent variables are identified as the Gaussian vector & =
(&1,&9, -+, &), one recovers the familiar expression of the expectation:

(1) = oy | r@ e (-5 ae )

where [§[* = ¥, &.

The zero, first, and second-order polynomials are given by [6]:

Lo=1, DTi(|lzi;) =&, Ta(&, &) = &0 (6)

where 0;; is the Kronecker delta. For computational purposes, the “generic” PC representa-
tion (4) must be suitably truncated, and this is typically performed by retaining polynomials
of order < p, where p is a prescribed value. It is also convenient (section 3) to introduce a
one-to-one mapping between the set of indices appearing in the truncated sum corresponding
to (4) and a set of ordered indices, and rewrite the truncated sum in (4) in single-index form
according to:

P
u~ Dy uy (7)
=0

where the ¥, denote the polynomial chaoses in single-index notation, while P41 is the total
number of polynomials chaoses of order < p. Note that the for the one-dimensional case,
P = p, while in a space with n stochastic dimensions [7],
polptnlt (8)
pln!

Note that the polynomials are mutually orthogonal, in the sense that the inner product
(¥;¥;) = 0 when i # j. Moreover, the set {\I/j};il can be shown to form a complete basis
in the space of second-order random variables. Specifically, any second-order process u has
a mean-square convergent expansion given in equation (4) where I'y(.) is the Polynomial
Chaos of order p [2]. Also note that the PC expansion can be used to represent, in addition
to the solution process, both Gaussian and non-Gaussian model data. One can verify this by
observing that the first summation in an expansion of the form given by Eq. (4) represents
a Gaussian component; thus, for a Gaussian function, expansion (4) reduces to a single
summation, the coefficients a;, being the coefficients in the Karhunen-Loeve expansion of
the function [6,8]. Accordingly, the additional summations in the expansion are immediately
identified as representing the non-Gaussian behavior of the function in terms of a non-linear,
(polynomial) functional dependence on the independent Gaussian variables.

In order to obtain a complete probabilistic characterization of the solution process, u, it
is sufficient to determine the “deterministic” coefficients u; appearing in Eq. (7). Due to the
orthoganility of the U’s, the coefficients of the PC expansion of u satisfy:

(u¥;)
U; = o\ (9)
(3)
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for 5 =0,..., P. As mentioned in the introduction, we shall primarily focus on determina-
tion of the u;’s using a Galerkin approach, and the latter is initially outlined for a generic
stochastic process, u, governed by:

O(u(§),€) =0, (10)

where O is an non-linear operator. The Galerkin scheme is based introducing the expansion
(7) into (10) and taking orthogonal projections onto the truncated basis, which results in
the following system for the basis function coefficients:

<(9 (Z}m%(ﬁ),ﬁ) ,\Ifj> =0, j=0,...,P. (11)

Solution of the above coupled system then yields the desired coefficients. Below, we focus
on implementation of this approach to the incompressible NS equations.

2.3 Application to the Incompressible Navier Stokes (NS) Equations

Application of the PC decomposition above is illustrated by outlining the construction of
the stochastic projection method (SPM) as originally introduced in [9] (Appendix C). The
SPM focuses on the numerical solution of the incompressible NS equations:

ou

Iy +(u-Vu = —Vp+vViu (12)

V.ou = 0 (13)

where u = (u,v) is the velocity vector, t is time, p is the pressure, and v the kinematic
viscosity. For brevity, we focus on the solution of Egs. (12-13) in a 2D domain, D, with
specified velocity boundary conditions on 0D satisfying:

A%M:o (14)

where I' = 0D is the boundary of D, wu,, is the component of w normal to I', and dA is the
surface element along I'. We also restrict our attention to the case of a single parameter,
and illustrate the case of a Gaussian initial condition:

u(z,t =0) = u(x) + {u/(x) (15)

where ¢ is a Gaussian variable with unit variance, and @(x) and u'(x) are given quantities.
Note that in the present case w and u’ represent the mean and standard deviation of the
initial velocity field, respectively. One can immediately verify this claim from the definitions
of mean and variance applied to each of the velocity components. For instance, for the u
component, we have:

(u(z,t =0)) (u(x) + &u'(x)) = u(x), and (16)
((u(a,t = 0) = (u(x,t = 0)))*) = [u(z)| . (17)

9
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The development of the SPM is based on inserting the PC decompositions of all stochastic
quantities into the NS equations, and applying the Galerkin procedure to derive governing
equations for the individual modes appearing in these expansions. This results in a system
of the form:

8uk

Z Z Mip(u-Viu = —Vp, +vV3uy (18)
=0 7=0
Vo = 0 (19)
for K = 0,..., P. Note that the quadratic term involves a convolution sum involving the
multiplication tensor:
Mijp, =~ (20)
’ (W7)

Boundary and initial conditions are also decomposed in a similar fasion. In particular, for
the latter we have: wug(x,t = 0) = u(x), ui(x,t = 0) = v/'(x), and ug(x,t = 0) = 0 for
k=2,...,P.

SPM relies a fractional step projection scheme in order to integrate the evolution equa-
tions of the stochastic modes. In a first fractional step, we integrate the coupled advection-
diffusion equations:

8u
e Z Z Miji(u = vVuy, (21)
=0 j=0
for k =0,..., P. An explicit multistep scheme may be used for this purporse. For instance,

for a second-order Adams-Bashforth scheme we have:

up —up 3 1

=-H}--H' k=0,...,P 22
where u; are the predicted velocity modes, At is the time step,
P P
H, =vViu, — > > Myi(u; - V)u;, (23)
=0 j=0

and the superscripts refer to the time level. In the second fractional step, a pressure correction
is performed in order to the divergence constraints on the velocity modes. We have:

= -Vp., k=0,...,P (24)

+1

where the pressure fields p, are determined so that the fields w; ™" satisfy the divergence

constraints in (19), i.e

V.uptt =0 (25)
Combining equations (24) and (25) results in the following system of decoupled Poisson
equations:

1
V2pk:—EV~uz k=0,...,P (26)
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Similar to the original projection method [10], the above Poisson equations are solved, inde-
pendently, subject to Neumann conditions that are obtained by projecting equation (24) in
the direction normal to the domain boundary [10,11].

One of the key advantages of SPM is that the numerical formulation effectively exploits
the fact that the velocity divergence constraints are decoupled, which results in a set of P+ 1
decoupled pressure projection steps. Since these steps typically account for the bulk of the
computational effort in incompressible flow simulations, the solution of the stochastic system
can be at essentially a cost of P+1 deterministic solutions. Coupled with the spectral nature
of the stochastic representation, this leads to a highly efficient stochastic solver, as illustrated
in Fig. 1 below.

1000 e 0 e
= T
5 o x
> 100 | x0T
g - X ]
5 PR ]
g 7 X 7 No=1  + 4
= -7 ¥ No =2 X
S T vt
= Fot slope 1 -3
2 slope 1.1 -~
(@] 4
1F E
1aal L MR | L L]
1 10 100
P

Figure 1: Dependence of the CPU time on the number of modes P in SPM computations of
internal, gravity-driven flow under stochastic temperature boundary conditions. The spatial
discretization is on a staggered, finite-difference grid, with conservative second-order differ-
ences. Results with first, second, and third-order PC expansions are reported, respectively
N, =1, 2, and 3. Adapted from [12].
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3 Results and Discussion

As mentioned in the Introduction, a central objective of the present project consisted of the
design and implementation of a stochastic solver suitable for accurate and efficient simulation
of a reacting multicomponent mixture in pressure- and electrokinetically-driven microchan-
nels, and for propagating and quantifying uncertainty in model predictions. In other words,
this task required generalization of the SPM outlined in section 2.3 to a detailed physical
model of electrochemical microchannel flow. In pursuing this objective, our effort addressed
several fundamental difficulties, due in large part to the disparate length- and time-scales
that characterize electrochemical microchannel flows. These difficulites include:

1. disparity between the timescales of bio-reactions between species in the mixture and
characteristic timescales of the buffer. The latter are typically orders of magnitude
smaller than the former, which results in a severe scale complexity and a stiff compu-
tational system.

2. disparity between timescales characterizing species diffusion and momentum diffusion.
Specifically, relevant flow conditions have low Reynolds number but high Peclet num-
bers, which results in computational challenges in the treatment of transport terms.

3. slender computational domains, having large ratios between channel length and channel
height. This generally results in high-aspect-ratio computational grids, and further
compounds difficulties in the treatment of transport and diffusion.

4. variable-mixture properties and the non-linear dependence of chemical reaction rates
and buffer chemistry on species concentrations. These result in additional challenges
in the treatment of stochastic terms which, unlike the example above, are no-longer
limited to quadratic products.

In order to overcome the difficulties above, we formulated a computational model that judi-
ciously combines:

e a detailed physical formulation that incorporates realistic models for buffer behavior
and the dependence of mixture properties on local composition;

e a mixed differential-algebraic formulation that defeats the chemical stiffness of the
equations of motion;

e an operator-split integration scheme that efficiently handles the time-scale disparity
between species and momentum diffusion;

e an efficient pseudo-spectral approach for the estimation of non-linear operations on
stochastic quantities; and,

e a specially-tailored stochastic multigrid method for the efficient solution of non-seperable,
stochastic, elliptic equations in slender domains.

12



This section discusses the development of the stochastic, electrochemical microchannel flow,
and applications to that were performed to demonstrate the resulting capabilities. An outline
of the physical model for electrochemical microchannel flow first is provided in section 3.1.
Section 3.2 then summarizes the development of the computational code. Highlights from
selected applications are finally provided in section 3.3

3.1 Physical Formulation

A detailed model was developed of both electroosmotic and pressure-driven flow in a mi-
crochannel filled with an electrolyte buffer and model protein analyte samples. The con-
struction considers the fully coupled momentum, species transport, and electrostatic field
equations, including a model for the dependence of the (-potential on pH and buffer molarity.
A mixed finite-rate, partial-equilibrium formulation is applied for the chemical reactions. In
particular, “fast” electrolyte reactions are described by associated equilibrium constraints,
while the remaining “slow” protein labeling reactions are modeled with finite-rate kinetics.
As outlined below, the formulation involves coupled systems of equations that govern: (a)
momemtum transport, (b) species transport, and (c) electrostatic potential.

Momentum

The continuity and momentum equations for a two-dimensional flow field in the (z,y) plane,
with uniform density and viscosity are given by [13]

V-u = 0 (27)
ou

En +u-Vu = —Vp+vViu (28)
where wu is the velocity, p is the pressure normalized by density, and v is the kinematic
viscosity.

Without loss of generality, we assume that the microchannel flows are electroosmotically
driven with an applied electrostatic field in the z-direction. Assuming a double layer that is
thin with respect to the channel size, the effect of wall electrostatic forces can be represented
in terms of a wall slip velocity w,,, using the Helmholtz-Smoluchowski relationship [13]

29
w _vt w 29
u p ) (29)

where € is the permittivity of the fluid, ¢ is the zeta potential, ¢,, is the electrostatic field
potential at the wall, and p is the dynamic viscosity. Since both the electrostatic field and
the ¢ potential depend on the fluid composition, equation (29) represents a major coupling
between the flow velocity and the species transport.

The ¢ potential is a function of the wall material and fluid characteristics [14,15]. In this
work, a relationship for ¢ as a function of the local pH and buffer molarity was obtained
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Figure 2: Empirical data and curve fit for the ¢ potential of a fused silica capillary versus
pH in an aqueous solution of KCI at various molarities. Adapted with permission from [16],
Copyright 1992 American Chemical Society.

from empirical data for the zeta potential of a fused silica capillary in an aqueous solution
of KCl, as shown in Fig. 2 [16]. This data was curve-fitted into the following relationship:

oI M) = {~(pH-2)+ (% + %tanh(5(pH ~75))) (o~ 76} x
(—27In(M +2.3 x 107)) (30)

where M is the molarity of the KCI solution. The quantitative accuracy of this curve-fit is
obviously limited to systems similar to the one considered in [16]. However, equation (30)
qualitatively gives the correct behavior of ((pH, M) for various other systems [14,15].

Species Concentrations

A variety of species are considered in this work, ranging from model proteins and dyes in
samples, to the ions of aqueous buffer solutions. The transport of these species is governed
by [13]:

0 C;
ot

+ V- lg(ut+ui)] = V- (DiVe) +d; (31)
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where ¢; is the concentration of species ¢, and D; is the corresponding diffusivity. The
electromigration velocity u{ accounts for the electrophoretic movement of electrically charged
species relative to the bulk flow. This velocity is given by [13]

’U,S = —ﬁZZZFVQZS (32)

where (3; is the electrophoretic mobility for species 4, z; is the charge number, F'is the Faraday
constant (9.648 x 10* C/mol), and ¢ is the electrostatic field potential. The term 1w; is a
source term from the chemical and electrochemical reactions in which species i is involved.
Note that for each species, the diffusivity D; and the mobility (; are coupled through the
Nernst-Einstein equation [13]

D; = RTj; (33)

where R is the universal gas constant and T the temperature.

The integration of equation (31) is performed differently depending on the chemical
time scales involved. In general, electrolyte association and dissociation reaction rates are
several orders of magnitude faster than electrophoretic phenomena [17] and typical sample-
processing reactions. Thus, direct integration of fast reactions would impose severe time step
restrictions. In order to avoid these difficulties, an equilibrium approach for the electrolyte
reactions is implemented. For example, consider a weak acid HA, which dissociates according
to

HA &4 HE 4+ A~ (34)
where (A
K,= W (35)

is the corresponding dissociation constant. Instead of integrating equation (31) for the
concentrations of species HA and A~ individually, consider the combined concentration of
both of these quantities 8, = [HA] 4+ [A~]. The source terms for [HA| and [A~] from the
electrolyte reaction (34) cancel out in the 6, transport equation, which is the sum of the
transport equations for the two individual quantities.

00,
ot

+V - [epa(u+ufy) +ea-(u+ul-)] =
VAR [DHAVCHA -+ DA7VCA7] (36)

Therefore, barring any other chemical reactions involving these species, 6, is a conserved
quantity and can be integrated with equation (36) without a chemical source term [18-
20]. Note that if the chemical source terms for HA or A~ in equation (31) do include
participation by reactions other than the HA buffer chemistry, e.g. by (typically slow)
sample chemistry, then the utilization of 6, is still advantageous in that it eliminates the fast
electrolyte reactions, but in this case #, is no longer a conserved scalar. In either case, one
arrives at a governing equation for #,, which does not include the fast reaction terms. Once
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0, is known, the concentrations of the individual components of the weak acid are obtained
from:

[HA] [I{JF[]H%KA 0, = apa X 0, (37)
[A7] = [HﬂKi—;‘KA 0, = aa- X 0, (38)

Note that this construction is equally useful for buffers with multiple dissociation states,
where 6, is the sum of concentrations of the weak acid and all of its dissociated states. Since
the mobilities and diffusivities are generally different for the species that make up 6,, the
convection and diffusion terms in the transport equation for 6, are calculated as the sum of
the convection and diffusion for each species in ,. A similar approach holds for weak bases.

For strong acids and bases, which are fully dissociated in the solution, or for other species
that do not take part in electrolyte dissociation and association reactions, equation (31) can
be integrated directly.

In most of the cases studied in this work, the model proteins and fluorescent dyes were as-
sumed to have a fixed charge, so their concentrations could be integrated using equation (31),
with an appropriate finite-rate chemical source term.

In reality though, proteins typically have a large number of dissociation states. Therefore,
depending on the pH, their overall net charge can be either positive or negative, as indicated
by their titration curve. While it is conceptually possible to model each of the dissociation
reactions with its own dissociation constant, as described above for the weak acids and bases,
this is not practical for proteins due to the large number of dissociation reactions that would
have to be included. Instead, an ampholyte formulation was implemented in this work,
based on [19,21-23]. In this formulation, all individual dissociation states of a protein are
lumped into one ampholyte species, with a net charge equal to the charge averaged over
all dissociation states of the protein. This net charge is determined as a function of pH
from an experimentally obtained titration curve for the protein. Given the large size of
a protein compared to the ions that dissociate from it, the protein diffusion coefficient D
is considered to be independent of its dissociation state. The electrophoretic mobility G ,
however, depends strongly on the ionic strength of the solution as modeled by the Debye-
Hiickel-Henry description [21, 22]:

B eg(kr)
b= Férpr(l+ kr) (39)

where e is the unit charge (C) and r is the particle radius (m). The parameter £ (1/m) is
the inverse of the Debye length, defined as

1 4 x 103F?]
= —=\— 4
TN eRT (40)

In this equation [ is the ionic strength (mol/l) of the solution defined as

I=1/2> "z (41)
i=1
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with all concentrations ¢; in mol/l. Note that the summation for the ionic strength goes over
all ns species in the solution. However, since the charges in proteins are generally far apart
compared to the Debye length, the Linderstrgm-Lang approximation is used for proteins
in the solution. Under this appoximation, a z-valent ion with concentration c is assumed
to behave as a monovalent ion with concentration zc. Therefore, the contribution of each
protein 7 to the ionic strength in the solution is 1/2z;¢; instead of 1/2z2¢; [22]. Further, the
factor g(kr) is a dimensionless function that varies sigmoidally from 1 to 1.5 and the radius
of the protein is obtained from the Stokes equation [21]

kT
r =
6mpD

(42)

where £ is the Boltzmann constant.
Since a thin double layer is assumed, the system is also assumed to satisfy the electroneu-
trality condition

everywhere in the domain. The concentrations of H and OH™ are obtained from this
electroneutrality condition and the water dissociation constant

[H*][OH™] = K, (44)

Note that the composition, and therefore also the total charge, of weak acids and bases in
the system depends on the H concentration (see equations (37,38) above). The substitution
of equations (38) and (44) into the electroneutrality condition (43), in order to account for
the dependence of [A7] and [OH™]| on [H'], introduces non-linear terms in this equation.
For buffers with multiple dissociation states, even more non-linear terms are introduced.
Therefore, an iterative solution of the electroneutrality condition for [H"] is usually required.

Electrostatic Field Strength

Allowing for concentration field gradients, the electrostatic field potential, ¢ is obtained from
the current continuity constraint [13],

This equation is coupled to the species concentrations through the right hand side (diffusion
of charge) and the electrical conductivity o of the solution

o=F*Y" 2B (46)
The electrostatic field strength is then obtained as E = —V¢.
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Stochastic Formulation

The discussion above provided a detailed description of the key elements of the deterministic
model. When random inputs are present, a stochastic variant of the deterministic model
is used which is obtained in simular fashion as that outlined in section 2. Specifically,
PC decompositions of random parameters and solution variables are substituted into the
governing equations, and Galerkin projections are then used to derive evolution equations
for the PC coefficients. This results in the following system of coupled differential-algebraic
equations:

o, P P P P )
- = Z; ZE)MW (w; - V)u; — Vpi, + z(:) Z(:JMijkViv u; (47)
i=0 j= i=0 j=
Veu, = 0 (48)
8cm,k r L e
= T2 X MV (il + i)
1=0 j=0
P P
+ D> MgV (DiniVemy) + Wik (49)
i=0 j=0
P P p P
DY Mip V(o) = —FY 20 > MijpV - (DiiVem,) (50)
i=0 j=0 m =0 j=0
where
. <Tu > HL&
Uy s = <\£72> = kZ(); MkijﬂkZFvﬁbi (51)
j =0 i=
. < Vpw >
= k0= 52
Wik < Ui > (52)
P P
o = F?> 23 MjgiBm.jCmi (53)
m j=0k=0

Equations (47), (49), and (50) each represent a set of P 4 1 coupled equations to be
solved for the mode strengths ug, ¢y i, and ¢, £ =0,..., P.

3.2 Stochastic Electrochemical Microchannel Flow Code

The stochastic formulation outlined in section 3.1 above has been implemented in a flexible
computational code. As illustrated in Fig. 3, the code has a modular construction that
accommodates mixtures with different reacting species and buffer solution. A brief discussion
of the function of each of the modules is provided below.

Spatial discretization

The governing equations are discretized on a rectangular domain with a Cartesian mesh
of uniform cell size Az and Ay in the x and y directions respectively. Field variables are
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Figure 3: Schematic illustration of the modular nature of the stochastic electrochemical
microchannel flow code.

defined following a staggered grid where vector quantities are defined at the cell faces while
the scalar quantities are discretized on the cell centers (Fig. 4). Unless otherwise noted,
second-order centered differences are used to approximate derivatives in the interior of the
domain.

Momentum

Numerical integration of the momentum equations is performed using a modified version
of the SPM outlined in section 2. In order to overcome the diffusive stability restrictions
associated with low-Reynolds-number flow, an operator split formulation is introduced. The
latter involves a mixed scheme where the convective term is treated using a third order
Adams-Bashforth scheme over the global time step At, while the diffusion term is several
smaller substeps using a second-order Runge Kutta method. We symbolically express the
integration as:

u; —uy nn—1,n—2 s),5=1,...M
St~ {om ) D) } (54)
(n+1) *
At VoL )

where F symbolically represents the operator split action which depends on the convec-
tive term Cmy, evaluated at three time steps t,,t,_1 and t,_», and the diffusive term Dmy
computed at M substages between times ¢,, and %, .
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Figure 4: Schematic illustration of the computational grid, showing the discretization scheme
for primary variables.

The pressure term needed in the second step is obtained by combining Eq. 55 with the
weak formulation of the continuity constraint

vV-ul"=0 k=o0,...,P (56)

resulting in a system of decoupled Poisson equations expressed as:

1

—A—tv-u,@ k=0,....P (57)

V2p2n+1) _
A direct fast Fourier solver is used to invert Eq. (57) and thus determine the pressure modes
Dk-

Concentration

Some of the species involved in electrochemical microchannel are characterized by very low
molecular diffusivities, which may be as low as 107'* m? /s or smaller. Proteins are prominent
examples of such slowly-diffusing species. This situation leads to microchannel flows with
high Peclet numbers, which provides significant challenge to the computations. Well-known
difficulties include susceptibility of the discretization to develop spurious high-frequency
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wiggles, which in some situations may lead to breakdown of the computations. In order
to overcome these difficulties, a Godunov upwind scheme was developed for the spectral
formulation. Details of this upwind discretization are provided in [24].

In conjunction with upwind discretization of the convection terms, an explicit AB3 scheme
is used to update the concentration fields. We have:

Attt —cr 23 16 5
7 v _Hn . _anl _Hn72
At 12 12 + 12 (58)
where

and At is the time step.

Electrostatic Field

Finite difference discretization of the electrostatic field equation results in the following linear
system of N, x N, x (P + 1) equations:

P P
D> M (W) (Dm)ivrg + (E)ig(dm)icry  +
=0 m=0
(NDij(Dm)igr + (S)ig(m)ij—1r +  (C)ij(Pm)ig]
where
(@i + ()i
(Biij = - 2Ax2
o (e)ij+ (an)im1y
(Wij = 2Az2
()it (00
(Nl)'lv] - 2Ay2
(01)ij + (01)i -1
(Sij = — J2Ay2 ’
() = (01)it1,5 + 2(01)ij + (01)i-1, N (01)ig+1 + 2(01)ij + (01)ij—1
” 2Ax? 2Ay?
P P
(fk)i,j == —FZZS Z Z -/\/llmkv . (Ds,lvcs,m) (61)

S =0 m=0

with indices ¢ and j denoting the cell location.

In order to efficiently invert the system above, a specially tailored multigrid solver was
developed in [25]. The algorithm globally iterates over the spatial domain cells using a
Gauss-Seidel scheme:

21



e Loop on ou (Gauss-Seidel index)

— Fori=1to N,, do

* For j =1to Ny, do
- Find (¢x)74*" such that:

P

P
SN Mpm(C); J(Cbm)ouH = (fi)ij—

=0 m=0

P P

P> M [ W)i(dm)ith; +  (Eij(dm)i 1) +
+

=0 m=0
(ND)i i (Dm)i 41 (S0 (dm)75 1 ]
(Qr)7Y
k=0,...,P (62)

x End of loop on j
— End of loop on ¢

e End of loop on ou

At each spatial location, Eq. (62) are inverted using successive over-relaxation (SOR) scheme,
which yields estimates of the stochastic modes (¢k:07___7p)§3y+1).

In its simplest form, known as V-cycle, the multigrid scheme consists of first solving
the original problem on the computational (finest) grid by running few iterations. This is
followed by iterating on the projected residuals on consecutively coarser grids. Once the
final (coarsest) grid level is attained, the solution is transferred to the previous grid level via
a prolongation step. Iterations are then performed on finer grid levels until the finest grid is
reached. The V-cycle is repeated until sufficiently small residuals are achieved on the finest
grid.

For slender domains, the convergence rate of the above multigrid solver is further en-
hanced using a line relaxation method, which essentially amounts to extending spatial coars-
ening to the larger spatial dimension. Convergence is accelerated due to the faster damping
of the long-wave error modes on the coarse quasi-1D grid, as well as the lower CPU cost
when relaxing the residual over a fewer number of cells [26]. For additional details on the
stochastic multigrid solver, see [25] (Appendix C).

Electroneutrality

As explained in section 3.1, the individual concentrations of the buffer ions and [HT| are
obtained from the electroneutrality condition. In the stochastic case, this condition results
in a set of non-linear algebraic relations between P + 1 stochastic modes. This coupled
non-linear system of equations is iteratively solved at each point in the domain, using a
Newton solver from the NITSOL package [27]. The solver uses an inexact Newton method
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with backtracking. Using the solution from the previous time step as initial guess, the
convergence is generally very fast.

UQ Toolkit

As mentioned earlier, the governing equations for the spectral mode strengths of the field
variables are obtained by substituting the PC expansions for those field variables in their
original, deterministic governing equations. Instead of explicitly writing out these equations
for the spectral mode strengths, it is also possible to retain the governing equations in their
original form, but take into account during the implementation that all arithmetic needs to
be performed on stochastic instead of deterministic variables.

To facilitate this approach, we developed an uncertainty quantification (UQ) toolkitf
which contains subroutines to perform most of the common operations on stochastic vari-
ables that are represented by PC expansions. Using this toolkit, many algorithms that were
originally designed for deterministic problems can easily be converted for stochastic compu-
tations by merely replacing mathematical operators with calls to their stochastic equivalent.
The details of some of these operations are explained below.

Aside from additions, one of the most common operations is the multiplication of two
stochastic variables. Consider two stochastic variables, v and v, with the following PC
representations:

=0
P

v = Z’Uj\lfj (64)
7=0

We need to find the modes wy in the PC representation of w = uw:

w= 3w, (65)

k=0

As mentioned before, these coefficients are obtained by using the orthogonality property of
the PC basis functions:

P P
Wy = Z Z /\/lijkuivj k= O, ey P (66)

i=0 j=0

Since the tensor M,j; is a function of the PC basis functions only, it only needs to be
calculated once during a preprocessing step and can then be stored for use throughout the
computations. The implementation of equation (66) also takes advantage of the fact that
this tensor is sparse, reducing the amount of storage and CPU time needed.

TTo obtain a copy of the UQ toolkit users are directed to send a request to the PI at knio@jhu.edu.
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A similar procedure could also be used to determine the PC expansion for the product
of three stochastic variables ¢ = uvw. This would give the spectral coefficients g;. as

P P P
g, = Z Z Z Dijkluivjwk = 0, ceey P (67)
i=0 j=0 k=0
where (00,0
Dy = ~— 9 “k71 68
gkl <\I/l2> ( )

Instead of this pure spectral approach, however, a pseudo-spectral approach has been
developed in order to calculate products such as ¢ = uwvw by repeated use of the regular
product function. First the product uwv is calculated with equation (66), and the result of
this multiplication is multiplied in the same way with w to give the PC expansion for g. The
advantage of this pseudo-spectral approach is that it does not require the evaluation and
storage of the fourth-rank tensor D;;y;, is more efficient, and is easy to generalize to products
of any number of variables. Some aliasing errors are introduced though in this approach,
but they were found to be negligible as long as the order of the PC expansions is chosen
sufficiently high.

Another frequent operation is the calculation of the inverse of a stochastic quantity.
To explain how this operation is implemented, consider again three stochastic variables, u,
v, and w, with their respective PC expansions given by equations (63-65). If we wish to
calculate u = w/v, then this implies w = wwv, which is given by equation (66). This equation,
assuming the modes wy and v; are known, represents a system of P + 1 linear equations in
the unknown modes u;. Since it is a sparse system of equations, it is solved efficiently in this
work with a GMRES iterative solver, taken from the SLATEC library [28].

More challenging is the evaluation of non-polynomial functions of stochastic variables
such as exponentials and logarithms, which typically show up in chemical rate expressions.
These operations can be performed by expanding them in Taylor series around the mean of
the argument. For example, the exponential of a stochastic quantity u, with a PC expansion
given by equation (63), is computed as

N dn
- (1 Ly —,> (69)
n—1 n.

where
P

d=u—uy=>» uV; (70)
i=1

is the stochastic part of u. The powers d™ are again calculated in a pseudo-spectral way with
the product formula (66), as d" = dd"~!, with d"~! known from the previous term in the
Taylor series. The number of terms /V in this truncated series is chosen adaptively to satisfy

a given tolerance level.
The Taylor series approach works reasonably well as long as the uncertainties in the field
variables are moderate and the probability density functions (PDFs) of those variables are
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not too skewed. For highly skewed PDFs, however, high order PC expansions are required
to capture this stochastic information, and the evaluation of high power terms d” in the
Taylor series can become inaccurate. In these situations, an alternative approach based on
integrations [7], can be used in order to provide more accurate estimates.

All the operations described above, among many others, have been implemented in the
UQ toolkit library. The UQ toolkit greatly facilitates the development of stochastic solvers
from scratch, as well as the conversion of existing deterministic routines into stochastic ones.

3.3 Applications and Demonstrations

Demonstration efforts conducted during this project fell within three main areas of appli-
cation. These include: (1) Development and application of a quasi-1D design model for
band-crossing reactions; (2) Application of the UQ toolkit to simplified CAD models; and
(3) Demonstration of combined detailed physical modeling and uncertainty quantification
capabilities for the case of protein labeling reactions in a microchannel. Applications in the
first two areas are discussed in detail [29] and in [24], respectively; for brevity, results of
these applications are omitted from this report. Instead, this section focuses on providing
highlights of detailed computations of bio-reactions in electrochemical microchannel flow.

Protein Labeling in a Homogeneous Buffer

To illustrate the stochastic uncertainty quantification methodology, this section describes
protein labeling in a simple homogeneous system. Figure 5 shows the time evolution of the
concentrations of the unlabeled and labeled protein in a homogeneous potassium phosphate
buffer at a pH of 8.25. In this problem, the dye D was assumed to be present in abundance
so that the source term for the labeled protein in equation 31 can be written as

wy, = kr[U] (71)
The rate constant kp in this reaction is pH dependent, given by the following equation:
k= k9 + dye (PHPH)/ 0y (72)

The Gaussian dependence of this relationship on pH is based on the shape of the measured
pH-dependence of the rate of production of the high-fluorescence-efficiency species from the
reaction of Naphthalene-2,3-dicarboxaldehyde (NDA) with amino acids in the presence of
CN~ [30]. The following parameters were used in this expression: k9 = 0.25 x 1073 s7!,
dr, = 2.15 s7', pH, = 9.25, and d,zx = 0.85. Both proteins U and L, as well as the dye D
were assumed to have no charge, and therefore the buffer equilibrium and pH did not change
with time. For this simulation, a standard deviation of 1% was assumed for all parameters
in the rate expression (72), as well as for the electrolyte dissociation constants. Third order
PC expansions were used.

The resulting uncertainty in the protein concentrations is indicated in Fig. 5 with “error
bars” that span the +30 range, where ¢ indicates the standard deviation. Clearly, uncer-
tainty in the input parameters causes large uncertainties in the simulated concentrations.
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time (seconds)

Figure 5: Time evolution of U and L concentrations in a homogeneous protein labeling
reaction. The uncertainty in these concentrations, due to a 1 % uncertainty in the labeling
reaction rate parameters, is indicated by £30 “error bars”.

At the point where [U] = 0.5, a standard deviation of 1% in the parameter pH, is magnified
about 16 times in the standard deviation of [U].

Note that after about 3 seconds, the range of the +30 “error bars” becomes so large that
it seems to include concentrations for U that are negative, which is clearly not physically
possible. However, the interval 430 around the mean value properly represents the full
range of possibilities for a certain variable only when its probability density function is
Gaussian, and therefore symmetric. Figure 6 shows the probability density function of [U],
generated from its PC expansion at various points in time. When the mean value of [U] is
sufficiently far away from zero, this PDF has a Gaussian shape. However, for mean values of
[U] closer to zero, the PDF becomes narrower and more skewed. This predicted uncertainty
properly reflects the physical system behavior where all unlabeled protein reacts away, but
its concentration can not be negative.

Parametric Uncertainty in 2D Electro-osmotic Microchannel Flow

This section presents some results of a study of parametric uncertainty in electro-osmotic
microchannel flow [31]. Figure 7 shows the geometry considered for these test problems,
consisting of a rectangular microchannel in which a protein U and dye D react to form a
labeled protein L. An external electrostatic potential is applied across the system to generate
an electroosmotic flow in the z-direction. The unlabeled protein U has a charge of 41 versus
a charge of -1 for the dye D, so electrophoresis will move U forward and D backward, relative
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Figure 6: PDF of the unlabeled protein concentration at different mean values. As the
unlabeled protein reacts away, its PDF becomes narrower and more skewed.

to the bulk flow. An aqueous potassium phosphate (KH5PO,) buffer solution is considered.
Therefore, the species in the solution are the proteins U and L, the dye D, the electrolytes
H*, OH™, K* as well as the components of phosporic acid HsPO4, H,PO, , HPO?™, and
PO;".

The proteins in this solution are assumed to have a fixed charge and can therefore be
integrated with equation (31) with a chemical reaction source term w; according to a model
irreversible labeling reaction

U+D £ L (73)

As before, the rate constant was modeled by equation (72), but with the following parame-
ters: kY = 0.25 x 10% mol~*.1.s™!, d;, = 2.15 x 10° mol~'.1.s7!, pH, = 7.40, and d,5 = 0.85.
The chemical source terms used in equation (31) are correspondingly

Wy = Wp = —W, = _kL[U] [D} (74)

The concentration of the Kt ion, which is fully dissociated and is a conserved quantity
can also be integrated by equation (31) directly (without a source term). Phosphoric acid,
however, is a weak acid and will dissociate according to the following electrolyte reactions

H,PO, <%  H + H,PO; (75)
H,PO; £  HY +HPO?> (76)
HPO2~ £ HY 4+ PO}~ (77)
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Figure 7: A plug of protein U and dye D are introduced in a rectangular microchannel and
react to form a labeled protein L.

where the K; are the corresponding dissociation constants. An equilibrium formulation is
used for these fast electrolyte reactions. Therefore, we consider the total concentration of
this weak acid

0, = [H3PO4] + [HyPO;] + [HPOZ™] 4 [PO;] (78)

whose transport equation is obtained similarly to equation (36) by adding up the transport
equations for all the components in 6, so the dissociation reaction source terms disappear.
The concentrations of the individual components of 8, are then calculated as ¢; = «;0,, where
the «; are calculated from the equilibrium expressions for the dissociation reactions (75-77)
and can be written as a function of [H] and the dissociation constants only:

QH3;P04 = [H+]3 (79)
sPOUTTHAP + K [HH? + K Ko[HT] + K1 KoK
S Sl (80)
MPOL ™ THH3 + K [H]2 + K1 Ko[Ht] + K1 KoK
N K Ko[HY] (81)
HPOT T [V K[H 4 Ky Kol + Ky KoK
N KiKoKs (82)
PO? [HH]3 4+ K [H*]2 + K, Ky[Ht] + K Ko K

Equation (30) is used to model the dependence of the zeta potential on pH and buffer
molarity. The concentration of the fully dissociated potassium ion, [K*], is used for the local
buffer molarity M along the walls. The temperature is assumed constant in this work, with
all species properties and reaction rate constants evaluated at 298 K.

All parameters and field variables, were represented with third order polynomial chaos
expansions. The highest order stochastic modes in the expansions of the predicted field
variables were significantly lower than the lower order modes, indicating that the third order
expansions were sufficiently accurate.
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Referring to Fig. 7, a microchannel was considered with a length L, = 1 cm and a
height L, =1 mm. The potassium phosphate buffer solution was initialized with a uniform
concentration of 107 mol/1 and a pH of 7.25. The Gaussian profiles for the initial U and D
concentrations had peak concentrations of 107* mol/1, located at x = 2.5 mm and x = 4 mm
respectively, and a width in = of 0.75 mm. A fixed charge of +1 was assumed for the
unlabeled protein U and a charge of -1 for the dye D, resulting in a neutral labeled protein
L. The electrostatic potential difference AV across the domain was set to 1000 V, giving an
average field strength of 1 kV/cm. An uncertainty of 1 % was assumed in the mobility of U,
in the labeling rate parameter pH,, the dissociation constant K5, and the potential difference
AV. Third order polynomial chaos expansions were used in the computations with a total
of 35 stochastic modes. The time step was set to 2 x 10™% s and the domain was discretized
with 512 x 32 cells in x and y.

Figure 8 shows a contour plot of the mean concentrations of the proteins and dye at
t = 0.12 s. At this point in time, the plugs of U and D have just met at x ~ 4 mm, and
labeled protein is generated at the interface. Note that the labeling reaction is fast compared

I
I
I

Figure 8: Mean concentrations of proteins U, L, and dye D at ¢t = 0.12 s. U and D just
met and L is produced at their interface. The values of the contour levels go linearly from
0 (blue) to 1.3 x 107 mol/1 (red). In this figure, as well as in all subsequent contour plots,
the full physical domain is shown, from 0 to 1 cm in z and from 0 to 1 mm in y.

to the electroosmotic and electrophoretic transport. Consequently, U and D react as soon as
they meet, resulting in almost no overlap between the U and D profiles, and a sharp profile
for L. Since L is neutral, it travels with the bulk convective velocity, which is the average of
the total convective velocities of U and D. Therefore the peak value of L is always located at
the interface of U and D, and since L is generated in that same area, its peak concentration
will keep increasing. At ¢t = 0.12 s, the peak concentration for L is 1.3 x 10~* mol/l, which
is already higher than the peak concentrations of 9.4 x 107 mol/l for U and D.

The standard deviations in the concentrations of Fig. 8 are given in Fig. 9. The highest
uncertainties appear in the reaction zone at the interface between U and D, with a maximum
coefficient of variation of about 20 % in the L concentration. Even though Fig. 9 only shows
the overall uncertainty in the concentrations, a strong feature of the PC formalism is that
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Figure 9: Standard deviation of the protein and dye concentrations at ¢t = 0.12 s. The
values of the contour levels go linearly from 0 (blue) to 1.1 x 107° mol/1 (red). The largest
uncertainties are found in the reaction zone.

the contributions of the uncertainty in individual parameters to this overall uncertainty can
easily be retrieved, as explained in [31]. Figure 10, for example, shows the contributions from
each of the 4 uncertain input parameters to the standard deviation of the L concentration, in
the area around the reaction zone, at y = 0.5 mm. The total standard deviation of [L] is given
by the curve labeled “all” in this figure. This overall standard deviation has a profile with
a double peak, which for a single peak mean species profile, is characteristic of uncertainty
caused by the convection velocity. When a single peak species profile is transported by an
uncertain convection velocity, the uncertainty in the position of the peak at a given point in
time will cause the most variability at the sides of the peak, where the profile has a steep
slope in the x-direction. At the top of the profile, there is no concentration gradient and
uncertainties in peak position cause little uncertainty in the observed concentrations at that
location.

As indicated by the curve labeled “AV” | the uncertainty in the applied electrostatic field
potential has the most dominant contribution to the overall standard deviation. Since both
the electroosmotic and electrophoretic velocities are directly proportional to AV, the uncer-
tainty caused by this parameter naturally shows a double peak, characteristic of convection
velocity uncertainty. Similarly, the parameter (5 affects the electrophoretic transport of the
reactant U and its resulting contribution to the standard deviation of [L] also has a double
peak, albeit smaller than the AV contribution.

The contribution of parameter pH,, also shows a double peak, but with its center located
on the left side of the [L] profile, where the gradient of [L] in z is very steep. The steepness
of the [L] profile in that area is largely determined by the speed of the labeling reaction
compared to the convection speed, with a faster reaction rate leading to a sharper increase
in [L]. With the pH in this area between 7.0 and 7.1 (not shown), equation (72) predicts
significant variability in kj, for changes in pH,. So the uncertainty in pH, mainly affects the
slope of the [L] profile on the left side, consistent with the observed contribution of parameter
pH, in Fig. 10.
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Figure 10: Major contributions of individual input parameters to the overall standard devi-
ation in [L] in the area around the reaction zone at ¢ = 0.12 s, y = 0.5 mm. The uncertainty
in the applied voltage potential “AV” has the most dominant contribution to the overall
standard deviation in [L].

Figure 10 further shows more minor contributions, from the dissociation parameter Ko
and from the coupled terms. Even though their contribution is small in this case, those
coupled terms are interesting from a theoretical point of view, as they represent coupled
effects of independent parameters. In the current figure, those terms represent the sum of
three different coupled effects: the coupled effect of AV and [y, of AV and pH,, and of AV
and K.

As time goes on and the U and D plugs cross each other, nearly all U and D are consumed
in the labeling reaction. At ¢ = 0.50 s, only labeled protein L remains, with its mean
concentration and standard deviation as shown in Fig. 11. The maximum mean concentration
of L at this point in time is 2.4 x 107* mol/l in the center of the channel, and about
3.2 x 107* mol/1 near the walls. So the L concentration is up to three times as large as the
initial U and D concentrations. The standard deviation in L, as shown in the bottom plot of
Fig. 11, is very large near the wall, with maximum values up to 10~ mol/l and coefficients
of variation up to 100 %. Again, the standard deviation in [L] exhibits the double peak near
the centerline, which is characteristic of uncertainty caused by the convection velocity.

What is particularly significant though, is the major distortion of the L plug, as opposed
to the straight profile observed at early times. This distortion is caused by the disturbance of
the buffer electrolyte, in response to the movement and annihilation of the charged protein
U and the dye D. To explain why this is physically happening, consider Fig. 12, which shows
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Figure 11: Mean (top) and standard deviation (bottom) of the labeled protein concentration
L at ¢ = 0.50 s. The initially flat profiles are now severely distorted. The values of the

contour levels go linearly from 0 (blue) to 3.2 x 10~* mol/1 (red) in the top plot and from 0
(blue) to 107 mol/1 (red) in the bottom plot.

the mean and standard deviation of the electrical conductivity o of the electrolyte solution
at t = 0.50 s. Because two charged molecules are used up for every new labeled protein,
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Figure 12: Mean (top) and standard deviation (bottom) of the electrical conductivity of the
electrolyte solution at t = 0.50 s. Annihilation of ions in the labeling reaction results in a
significantly lower mean electrical conductivity near the L plug. The values of the contour

levels go linearly from 7.1 x 1073 S/m (blue) to 1.3 x 1072 S/m (red) in the top plot and
from 0 (blue) to 1.5 x 1072 S/m (red) in the bottom plot.

the area around the L plug has a reduced concentration of ions, with a mean electrical
conductivity of almost a third lower than in the undisturbed buffer. Upstream of the L plug,
the electrical conductivity shows some smaller fluctuations, which stem from shifts in the
buffer equilibrium. Since the buffer ions are primarily negatively charged, those disturbances
travel slower than the labeled protein plug. The bottom plot of Fig. 12 shows that the highest
uncertainties in the electrical conductivity are found around the L plug, near the center and
especially at the walls.

The large spatial variations in the electrical conductivity in turn cause non-uniformities
in the electrical field strength, as shown in Figs. 13 and 14. Near the L plug, the mean
electrostatic field strength in the z-direction reaches a value up to 40 % higher than in the
undisturbed flow. This increase strongly affects the local electroosmotic and electrophoretic
velocities, causing an increased wall velocity, leading to the observed distortion of the L
plug. The largest uncertainties are again found near the L plug, with maxima up to 10 %.
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Figure 13: Mean (top) and standard deviation (bottom) of the electrical field strength in the
x-direction at ¢ = 0.50 s. Near the L plug, the mean streamwise electrical field strength is
about 40 % higher than in the undisturbed flow. The values of the contour levels go linearly
from 91.4 kV/m (blue) to 146 kV/m (red) in the top plot and from 0.20 kV/m (blue) to
13 kV/m (red) in the bottom plot.

Even though the initial field strength in the y-direction was zero, Fig. 14 shows that this
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Figure 14: Mean (top) and standard deviation (bottom) of the electrical field strength in
the y-direction at t = 0.50 s. The magnitude of the mean of this field strength is up to 15 %
of the initial field strength in the z-direction. The values of the contour levels go linearly
from —16.3 kV/m (blue) to 16.3 kV/m (red) in the top plot and from 0 (blue) to 5.8 kV/m
(red) in the bottom plot.

y-component is quite significant at ¢ = 0.50 s. The magnitude of this field strength is up to
15 % of the initial, streamwise electrostatic field strength for the mean value. Even though
this y-component does not affect the electroosmotic flow velocity directly, it does provide
electrophoretic ion transport in the wall-normal direction, which can further distort sample
profiles.

As indicated by equation (29), the electroosmotic wall velocity depends on both the local
electrostatic field strength and ¢ potential, which in turn depends on the pH and the buffer
molarity, as modeled by equation (30). Since all these variables are disturbed by the charged
protein movement and annihilation, the electroosmotic wall velocity varies in the streamwise
direction. These wall velocity changes in turn cause pressure gradients and local recirculation
zones, as indicated by the velocity fields in Figs. 15 and 16. Figure 15 shows the streamwise
velocity field, which has a mean wall velocity that is up to 20 % higher near the L plug.
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Figure 15: Mean (top) and standard deviation (bottom) of the streamwise velocity at ¢t =
0.50 s. The local increase in the electroosmotic wall velocity leads to recirculation zones near
the L plug. The largest uncertainties are found near the wall. The values of the contour levels
go linearly from 6.8 mm/s (blue) to 9.1 mm/s (red) in the top plot and from 5.6 x 1072 mm/s
(blue) to 0.59 mm/s (red) in the bottom plot.
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Figure 16: Mean (top) and standard deviation (bottom) of the wall-normal velocity at
t = 0.50 s. The mean of this velocity has a magnitude of up to 6 % of the initial streamwise
velocity. The values of the contour levels go linearly from —0.56 mm/s (blue) to 0.56 mm/s
(red) in the top plot and from 0 (blue) to 0.26 mm/s (red) in the bottom plot.

The wall-normal velocity field shows positive and negative velocities near the L plug, with
magnitudes up to 6 % of the initial streamwise velocity.

Clearly, the recirculation zones in the flow field will distort initially flat sample profiles.
This increases the hydrodynamic dispersion, on top of the electrokinetic dispersion caused
by non-uniformities in the electrophoretic transport.

Sample Dispersion in Electro-osmotic Microchannel Flow with Random Zeta
Potential Variability

The previous section showed an example of parametric uncertainty in model input param-
eters, and the subsequent uncertainty in the model results. In this section, an example is
given where the uncertainty does not stem from a few input parameters but from inherent
variability in the boundary conditions along the walls of the microchannel. For example,
non-uniformities in the wall material, wall roughness from the channel etching process, or
wall fouling by protein deposition can all lead to variabilities in the wall {-potential. This
variability can be modeled as a random process and represented with a Karhunen-Loeve
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Figure 17: Overlay of the mean a) and Standard Deviation b) of the labeled protein con-
centration [L] at times ¢ = 0.24 s and ¢t = 0.72 s. The profiles spread out as they move
downstream (to the right), especially along the top wall, which has the non-uniform (-

potential. The maximum value for the mean of [L] is 1.5 x 107% mol/l and the maximum
standard deviation is 5.4 x 10~7 mol/l.

expansion [29,32,33].

Referring to Fig. 7, a two-dimensional flow is assumed in a channel with length L, =1 cm
and depth L, = 100 um. The channel was initialized with an aqueous potassium phosphate
buffer solution at a concentration of 1073 mol/l and a pH of 7.25. At time zero, a plug
of unlabeled protein U?T was introduced as well as a plug of dye D?>7, at z = 0.2 cm
and x = 0.4 cm respectively. Both plugs were Gaussian with a maximum concentration
of 1075 mol/l. An external electrostatic potential of 1 kV is applied across the system
to generate electroosmotic flow in the z-direction. Given the charge number difference,
electrophoresis will cause the U?* plug to cross with the D?~ plug. As the protein and dye
mix, they react according to a model irreversible labeling reaction

U 4+ D> L (83)

to form a neutral labeled protein L.

Along the bottom wall of the channel, the (-potential exhibits no random variability,
i.e. it is solely given by Eq.( 30). However, along the top wall, a random variability was
assumed in the (-potential, with a coefficient of variation of 10 % and a correlation length
of 50 L,. A PC representation for this random variability was obtained using a Karhunen-
Loeve expansion with 4 stochastic modes (see Eq. (1)). All parameters and field variables,
were represented with third order polynomial chaos expansions.

Figure 17 shows both the mean value and the standard deviation in the concentration
of the labeled protein L, at two points in time. At time t = 0.24 s, the U and D bands
have just crossed and the labeling reaction is finished. At this point in time, the L band in
Fig. 17a has a maximum concentration of 1.5 x 1075 mol/l. As the labeled protein moves
downstream, molecular diffusion and dispersion spread the L profile, as is clearly visible at
t = 0.72 s. The standard deviation in the labeled protein concentration, shown in Fig. 17b,
reflects the uncertainty in L due to the random variability in the (-potential. Analyte
dispersion in this case is due to both electrokinetic and hydrodynamic dispersion, as can
be explained with the help of Fig. 18. Figure 18a shows the electrical conductivity, which
varies in the channel due to the disturbance of the potassium phosphate buffer equilibrium
as ions move through the channel and are depleted through the protein labeling reaction (the
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Figure 18: Filled contour plots of several fields at time ¢ = 0.72 s. a) Mean electrical
conductivity, ranging from 0.0121 to 0.0124 S/m; b) Mean electrostatic field strength in
x, ranging from 991 to 1011 V/cm; ¢) Mean streamwise velocity field, ranging from 7.4 to
7.6 mm/s; d) Standard deviation in streamwise velocity field, ranging from 0 to 0.7 mm/s

generation of one L molecule removes two ions from the solution). The electrostatic field
strength, as shown in Fig. 18b, varies accordingly, which causes non-uniform electrophoretic
forces on charged analyte profiles. The resulting differences in the propagation speeds of the
leading and trailing edges of a charged analyte plug can lead to electrokinetic dispersion.
However, while this mechanism affects the unlabeled protein and dye bands in the solution
(not shown), it does not affect the labeled protein in this specific case, as L is neutral. The
non-uniformities in the electrostatic field strength do affect the electroosmotic wall velocity,
given by Eqn. (29), and therefore disturb the bulk velocity field, as shown in Figs. 18c and d.
The mean value of the electroosmotic wall velocity is affected primarily by the electrostatic
field strength, but also by the buffer pH, buffer molarity, and wall effects through the (-
potential. Variations in this wall velocity create local accelerations and decelerations with
associated pressure gradients in the flow to maintain conservation of mass, as illustrated
schematically in Fig. 19. This figure shows an analyte plug traveling through a channel
with a non-uniform electrostatic field strength. Pressure gradients upstream of the high field
strength area have given the plug a parabolic profile. As the plug travels through the high
field strength area, the edges near the wall are accelerated, resulting in a distorted analyte
plug. Molecular diffusion in the cross-stream direction smoothens out this distortion, but
generates a wider analyte plug, which is the well-known mechanism behind hydrodynamic
dispersion. The uncertainty in the streamwise velocity field is primarily caused by the
variability in the (-potential due to wall effects. The maximum standard deviation of 10 %
near the top wall, as shown in Fig. 18d, is consistent with the magnitude of this random
(-potential variability.

The variability in the (-potential clearly is a significant contributor to hydrodynamic
disperion. To study this in more details, a set of cases was ran to investigate the sensitivity
of the hydrodynamic dispersion with respect to the statistics of the (-potential variability
for a system with only neutral, non-reacting analytes. As neutral analytes do not perturb
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Figure 19: Effect of non-uniform electrostatic field strength on hydrodynamic dispersion of an
analyte plug. A local increase of the electroosmotic wall velocity creates local accelerations in
the flow that induce pressure gradients elsewhere in the channel. The resulting non-uniform
velocity profile distorts the analyte plugs and increases dispersion.

the buffer, those cases had a uniform buffer and electric field strength, so that electrokinetic
dispersion was absent. Each time, a random (-potential variability was identically imposed
on both fully correlated walls, with various choices for the coefficient of variation (COV) and
the correlation length Ls. Unless otherwise noted, eight modes were used in the Karhunen-
Loeve expansion with a 2nd order PC expansion for the parameter and field variables. As
suggested by the convergence analysis, eight modes can be sufficiently accurate provided the
(-potential variability has a relatively long correlation length. The channel size for these
cases was 1 cm long by 100 pm deep.

Figure 20 depicts the behavior of the sample dispersion and the corresponding effective
diffusive coefficients for various COV’s ranging from 10 to 30%. The correlation length for
these cases was set to 50 L,. As the COV increases, the sample dispersion drastically in-
creases. In fact, Fig. 21 suggests that the mean square width increases almost quadratically
with the COV. Although the proteins of interest are characterized by a low diffusion coeffi-
cient (Dootecutar = 6.19 % 107102 /sec) leading to minimal dispersion under ideal situations,
the effective diffusion coefficient due to random (-potential variability can be up to 2 orders
of magnitude higher than the corresponding molecular diffusion.

The role of the (-potential scale of fluctuation is illustrated in Figure 22. The COV in
these cases was held constant at 10 % and only the corrrelation length was varied. For the
present conditions, the analyte dispersion is more significant in the case of high frequency
fluctuations.

A clear interpretation of this trend can be drawn by observing the standard deviation
profile of the streamwise velocity w shown in Fig. 23. The results indicate that the velocity
gradient across the channel is more pronounced in the case of low correlation length. Zones
of the sample plug at different locations across the channel will move with higher differential
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bulk velocity leading to a higher dispersion. This has been further quantified in terms of the
L? norm of the velocity gradient:

L3(Le) = _/OL“/OL”<<Z—Z>2>@ dxr (84)

e o :
_ /0 /0 §<8y> <z/1iz/1i>dydx] (85)

The monotonic increase of the effective dispersion coefficient with the above term is plotted
in Fig. 24.

Note that Figs. 20 and 22 both show < §% >, which is the mean of the width squared
of the U profile, over all possible (-potential realizations. Beyond this mean behavior of
the U profile, the stochastic methodology also gives full statistical information about this
concentration profile. Figure 25 for example show the probability density functions for the
location and the width (squared) respectively of the U profile at ¢t = 0.45 s for the case with
Le = 25L, and COV = 0.10. The rather sharp lower bound in the PDF for § corresponds to
the situation of uniform (-potential, in which all band spreading is due to molecular diffusion
only. Knowing the expected range for the dispersion allows for reliability assessments of
electrophoretic separation devices that have non-uniform wall surface properties due to, for
example, the microchannel fabrication process, impurities in the wall material or nanoscale
events such as protein deposition at the walls.
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Figure 20: Time evolution of < §%2 > for a random (-potential variability with Lo = 50
channel depths. Effective diffusion coefficient (scaled by the molecular diffusivity D,,,;) for
COV= 0.10: 47, COV=0.20: 181, COV=0.30: 397.
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Figure 21: Ratio of effective over molecular diffusion coefficient as a function of COV.
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Figure 22: Time evolution of < §2 > for a random (-potential variability with COV = 0.10.
Effective diffusion coefficient (scaled by the molecular diffusivity D,,,) for Lo = 25: 54,
Le =50: 47, Lo = 100: 32.
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Figure 23: Standard deviation profile of the streamwise standard deviation velocity o, in
cases with Lo = 25L, (dashed) and Lo = 100L, (solid) at x = 3 mm on the left and
x = 6 mm on the right.
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Figure 25: Probability density function for the location (left) and spatial variance 62 (right)
of the U profile at t = 0.45 in a case with Lo = 25L, and COV = 0.1.
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4 Conclusions

This project has achieved its key objectives. We developed (1) a theoretical formulation
for UQ in an electrochemical microchannel flow, (2) associated numerical algorithms for
solution of the resulting governing equation system, and (3) a C++/F77 code for solving
this system (the initial parallel code target was replaced with more advanced physical model
development involving realistic protein behavior). The construction relies on a specialized
implementation of the chemical species conservation equations that allows handling of both
fast electrolyte buffer chemistry and slow sample chemistry.

The overall construction was demonstrated on relevant model problems involving electro-
chemical microchannel flow, and was used to study band-pass protein-labeling and sample
dispersion in a microchannel. These studies elucidated the amplification of parametric un-
certainties in these flows, and highlighted specific parameters with dominant role in the
uncertainty in model predictions. They also allowed a critical evaluation of the present
global expansions used for UQ, and lead to a significant focus on theoretical developments
of a UQ strategy based on local stochastic expansions.

The work lead to valuable couplings to other DARPA-funded projects on band-crossing
reactions and CAD of microfluid systems. The results of the work were published in technical
journals, and presented in professional meetings.
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We describe the construction and implementation of a stochastic Navier—Stokes
solver. The solver combines a spectral stochastic uncertainty representation scheme
with a finite difference projection method for flow simulation. The uncertainty
quantification scheme is adapted from the spectral stochastic finite element method
(SSFEM), which is based on regarding uncertainty as generating a new dimension
and the solution as being dependent on this dimension. In the SSFEM formalism,
the stochastic dependence is represented in terms of the polynomial chaos system,
and the coefficients in the corresponding spectral representation are obtained us-
ing a (Galerkin approach. It is shown that incorporation of the spectral uncertainty
representation scheme into the projection method results in a coupled system of
advection—diffusion equations for the various uncertainty fields, and in a decoupled
system of pressure projection steps. This leads to a very efficient stochastic solver,
whose advantages are illustrated using steady and transient simulations of transport
and mixing in a microchannel. @ 2001 Academic Press

Key Words: stochastic; Navier-Stokes; polynomial chaos; uncertainty.

1. INTRODUCTION

Simulation of complex physical systems is in many instances made more difficult by
various uncertainties, which may include inexact knowledge of system forcing, initial and
boundary conditions, and parametric uncertainties in the physical model and in physical
properties of the medium. The latter may exhibit arandom component with significant spatial
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or temporal fluctuations, or may be inaccurately known. An example concerns chemical
or biological microfluid systems, whose modeling involves complex kinetic mechanisms
which may include dozens of species—each characterized by thermodynamic and transport
properties—and hundreds of elementary reactions specified in terms of rate parameters.
Thus, simulation and design of these microdevices, which is the primary motivation behind
the present effort, involve complex physical models having a large number of parameters
that may be known in an approximate fashion only. Consequently, in order to become
effective tools, it is essential for simulation-based design approaches to include a rational
assessment of uncertainty.

Uncertainty quantification is typically based on Monte Carlo (MC) techniques [1, 2] that
essentially amount to performing deterministic simulations for randomly selected condi-
tions, and then conducting a statistical analysis on the resulting set of realizations in order
to extract the relevant statistical properties of the process. The Monte Carlo approach is
known to be robust and to be able to deal with very complex situations. However, because
of CPU costs and storage limitations, this approach is often restricted to problems involving
a small number of uncertain parameters and/or degrees of freedom.

In this work an alternative approach is adopted which is adapted from the spectral stochas-
tic finite element method (SSFEM) [3]. The essential concept in SSFEM is to regard uncer-
tainty as generating a new dimension and the solution as being dependent on this dimension.
A convergent expansion along the new dimension is then sought in terms of the polynomial
chaos system [4, 5], and the coefficients in this representation are determined through a
Galerkin approach. SSFEM offers several advantages over MC approaches; in particular,
it generally results in efficient uncertainty propagation schemes and yields quantitative es-
timates of the sensitivity of the solution with respect to uncertainties in model data. In
addition, this quantitative information is expressed in a format that permits it to be read-
ily used to probe the dependence of specific observables on particular components of the
input data, to design experiments in order to better calibrate and test the validity of pos-
tulated models, or to assess “off-design™ performance. SSFEM has been used in various
applications, including structural mechanics problems (e.g., [3, 6]) and flow in random
porous media (e.g., [7, 8]). A modified SSFEM approach has been recently applied to com-
plex kinetic mechanisms [9], but this method has not yet been used in more general fluid
problems.

Note, however, that the polynomial chaos expansions on which SSFEM is based have
been used in various contexts, for instance in the development of variance reduction or
convergence acceleration techniques [10-12], and also in the analysis of turbulent velocity
fields [13—15]. In particular, the analysis of Chorin [15] indicates that in complex problems
involving shock formation or an energy cascade, polynomial chaos expansions may lose
their advantages or cease to be useful. Such difficulties do not arise in the present work,
which aims at adapting the stochastic representation formalism to microfluid applications
at a low Reynolds number.

As summarized in Section 2, we restrict our attention in this paper to the case of advection
and mixing in two-dimensional, incompressible flow. Specifically, we focus on a class of
simplified problems in which the uncertainty in the solution process arises as a result of
either random viscosity or the dependence of the viscosity on a random temperature. We
first start with a simplified setting in which the temperature is treated as a Gaussian random
variable thatis spatially uniform. Thus, the fluid viscosity is also uniform, but both linear and
nonlinear viscosity laws are considered in the analysis. A more complicated setting is then
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considered, which consists of a double-inletchannel where the inlet temperature of one of the
streams has a random Gaussian component. In this case, the uncertain boundary condition
leads to stochastic velocity and temperature fields that are coupled by the temperature
dependence of viscosity.

In Section 3, a spectral uncertainty representation scheme is introduced based on the
decomposition of the solution process in terms of the polynomial chaos system. This repre-
sentation is then introduced into the original system of equations, and a Galerkin procedure
is used to determine the coefficients in the spectral expansion. It is shown that this approach
results in a coupled system of advection—diffusion equations for the stochastic velocity (and
temperature) fields, with a decoupled set of stochastic divergence constraints. This feature
is then exploited in Section 4 by constructing an efficient stochastic projection method
(SPM) which provides a stochastic characterization of the solution process at a cost that is
essentially proportional to the number of terms in the spectral expansion. The advantages of
the stochastic projection method (SPM) are illustrated in Section 5 in light of computational
experiments conducted for the model problems introduced in Section 3. Major conclusions
are given in Section 6.

2. GOVERNING EQUATIONS

We consider the two-dimensional flow, in (x, y) plane, of an incompressible, uniform-
density Newtonian fluid inside a narrow channel of height A and width B. As shown in
Fig. 1, the boundaries of the computational domain €2 consist of inflow (I';) and outflow (I7,)
boundaries, respectively located at y = 0 and y = H, and solid boundaries (I",;;) located
atx =0and x = B.

The evolution of the flow within the channel is governed by the Navier—Stokes
equations

ou

Py + - Vu=-Vp+V-5 (a

(1)
V-u=0 (b),

where u is the velocity field, p is the pressure, p is the density, p = p/p, T is the viscous
stress, and 6 = 7/p. When the dynamic viscosity is uniform, the viscous force can be

=3 H pxd
0 Ths
= y
T; Microchannel I B
—= Q
X ns

FIG. 1. Schematic representation ol the computational domain. The inflow and outflow boundaries, respec-
tively I'; and T, , are located at y = Oand y = H. T, refers to the channel walls, which are located at x = 0 and
x = B. The computational domain consists of the region Q = [0, B] x [0, H].
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expressed as
V.56=V-[vS]= vV, Q)

where v is the kinematic viscosity and § is the symmetric part of the velocity gradient tensor.
The governing equations are supplemented with velocity boundary conditions, which consist
of imposed velocity at the inflow, outflow conditions on I',, and no-slip conditions on the
solid walls.

In addition to the Navier—Stokes equations (1), we also consider the temperature distri-
bution within the microchannel. The evolution of the temperature field, T, is governed by
the energy equation

% +V-l)=V-(AVT), 3)
where A is the thermal diffusivity. We use adiabatic conditions at the solid walls, outflow
conditions at I',, and Dirichlet conditions at inflow. Note that when the viscosity is inde-
pendent of temperature, the evolution of the flow field can be determined independently of
Eg. (3). On the other hand, when v depends on 7', a nontrivial coupling exists between the
Navier—Stokes and the energy equations.

3. STOCHASTIC FORMULATION

3.1. Problems and Methodology

As mentioned in the introduction, we focus on the case of uncertain transport proper-
ties and boundary conditions, and restrict our attention to stochastic processes generated
by Gaussian random variables. Within this restricted scope, three different problems of
increasing complexity are considered:

1. In the first problem (P1), we consider the case of an uncertain viscosity, which is
treated as a Gaussian random variable. The viscosity is assumed to be spatially uniform,
and solution of the energy equation is not required.

2. In the second problem (P2), we also consider uncertainty in viscosity, which is taken
to be generated by a Gaussian stochastic temperature. The temperature is assumed to be
uncertain, but spatially uniform, and the uncertainty in viscosity is reflected through a
nonlinear viscosity law.

3. Inthe third problem (P3), we consider a coupled problem which involves a temperature-
dependent viscosity and an evolving temperature field. In this case, the uncertainty is gen-
erated by a random boundary condition on the inlet temperature.

As mentioned in the introduction, we develop a spectral representation of the stochastic
processes, following the approach outlined in [3]. The methodology is based on a two-step
procedure; first, the uncertain data is expressed in terms of a “normalized” Gaussian random
variable &£. The dependence of the solution process on £ is then expanded in terms of the
polynomial chaos system. In the present case, a single random variable is considered so
the polynomial chaos basis functions are orthogonal Hermite polynomials in the random
variable &. This spectral expansion is introduced into the governing equations and the
coefficients are determined using a weighted residual procedure.
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3.2. Statement of P1

As mentioned earlier, for this problem the uncertain viscosity coefficient is spatially
uniform and is modeled as a Gaussian random variable. The governing equations consist
of the momentum and continuity equations

9
a—l; Y@ V= —Vp+oviu @)

V.-u=0, (5)
with deterministic boundary conditions on the velocity. The viscosity is expressed as
v =vp+ & vy, (6)

where vy is the mean viscosity, & is a “normalized” Gaussian variable (having with zero
mean and unit variance), while v, is a deterministic coefficient which corresponds to the
standard deviation of the viscosity.

Remark. The index on § is introduced in order to emphasize the fact that the present
approach can be extended to the situation where v is a random process with spatial variation.
In this case, we rely on the Karhunen—Logve expansion to decompose v as [16],

L
v(x) = vo(x) + Z Ay ()&,

i=1

where the A;’s are deterministic coefficients, the &;’s are orthogonal (uncorrelated) Gaussian
random variables, the functions v; (x) are the eigenvalues of the viscosity autocorrelation
function, and L is the order of the expansion. While we do not address this situation in the
present work, we still retain the notation of the more general case. Also note that with the
use of Gaussian noise in the viscosity, negative values are, in principle, possible. Below, this
situation avoided by ensuring that the standard deviation in viscosity is substantially smaller
than the mean. In more general situations, a non-Gaussian distribution may be needed to
ensure that negative viscosities have negligible likelihood.

The dependence of the solution on the stochastic viscosity is expressed by expanding the
velocity and pressure fields as

P
w) =Y wi () (&) @)
i=0
P
P =) P (&), ®)
=0

where the W; denote the polynomials chaoses in the random variable &;, u; and p; are (yet
undetermined) deterministic coefficients, and P is the order of the polynomial chaos ex-
pansion. Expressions for ¥; (in the case of a single Gaussian random variable) are provided
in the Appendix. The effect of the expansion order, P, is analyzed in Section 5.2.
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Next, we introduce the polynomial chaos expansions (7 and 8) into the governing equa-
tions (4 and 5), which results in

P PP P P
> ‘Ui% YD W Vup; == WV A+ (v + vV Y W
i=0

i=0 j=0 i=0 i=0
P
Z U,V o = 0. (10)

Multiplying Eq. (9) by ¥, and taking the expected value (denoted using the double bracket
{}) we obtain

P P
ou;
Z (W) + 0 (- Vou (W W)
i=0 i=0 j=0
P P
==Y Vo W) + > Vi (v + viEDWY) k=0,..., P, (1D)
=0 i=0

By virtue of the orthogonality of the polynomial chaos, (11) reduces to

u P P
T (e 3> V)
=0 j=0
P
= =Vl W) + Y V(v + vigD W) k=0,...,P.  (12)

i=0

Dividing by (¥, W, ), using the fact that ¥; = &; (see Appendix), and expanding the last
term finally leads to the following coupled system of evolution equations for the velocity
“modes™

P P P
3uk (W W) 2 s (W)
i V — = _V \% \Y4 .
+ ;0 ; O(U u U (W0, Pe +voVaur 4 v; i:E - u AR

13)

We follow a similar treatment for the velocity divergence constraint. Specifically, we
multiply Eq. (10) with ¥, and then take the expectation to obtain

V- U, = 0, (14)

which in fact corresponds to a weak formulation of the original continuity equation. Bound-
ary conditions and numerical solution schemes will be discussed later.

3.3. Statement of P2

Here, we consider that the viscosity is temperature-dependent and that the temperature
T is uncertain and can be modeled as a Gaussian distribution. We let Ty denote the mean
temperature, 77 the standard deviation, and represent 7" as

T =T+ &T, (15)
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where & is anormalized Gaussian random variable with zero mean. We assume a polynomial
representation of the viscosity in the neighborhood of Ty and restrict our attention to the
second-order case
v(T)
Vo

=1+a (T — To) + ax(T — Tp)%, (16)

where a; and a; are given constants and vg = v(7p). Substituting Eq. (15) into Eq. (16) we
obtain the following stochastic representation for v:

v(To+ &17)

=1+ Bi&1 + BofY, a7
Vo

where 8, = a; Ty and B; = a, le. Itfollows that the viscous force in the momentum equation
(4) can be written as

P
V-8l =V > (1486 + B5)SiW |, (18)
(=0

I

where u(x) is expanded as in Eq. (7). Multiplying by W, and taking the expectation we find

P P P
(V- [VS']\IJk> =1y Z Vzui (W; W) +voBy Z Vzui(éllllilllk) + v B2 Z Vzui<512lllilllk>.

=0 =0 =0
(19)
Using the definitions W) = & and W, = 512 — 11in Eq. (19) we get
P
(V- v81We) = vo(1 + BV (W W) + voBi D V2o (W) W W)
i=0
P

+voB2 > Vi (W W), (20)

i=0

Substituting into the Navier—Stokes equation, we obtain the following coupled system for
the velocity and pressure modes:

P P

9y SUR i
> Do (W)
=—Vpr+ vl + B2 V7u + vy ; Vu; A
+vOﬁzZP:V2ufM k=0,...,P. @
pre (W W) o

As before, the continuity equation results in the divergence constraints V -u, =0, k =
0,...,P.

Note that if @, = 0, then the viscosity evolves linearly with T, and problem P1 is recov-
ered with the choice v; = @;71. On the other hand, where a, # 0, it is clear that v is no
longer Gaussian. In the computations, we analyze the effect of non-Gaussian statistics by
contrasting linear and nonlinear viscosity laws.
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3.4. Statement of P3

In the third problem, the temperature is no longer assumed spatially uniform and its
evolution is governed by the energy equation (3). The kinematic viscosity is assumed to
vary linearly with temperature, according to

v(x) ,

\)—0 =14+K (T(X) - Tref)a (22)
where T}, is a reference temperature, vy = v(T), and K’ is a constant. Note that the
temperature-dependence of the viscosity provides a nontrivial coupling between the energy
and Navier—Stokes equations. The uncertainty in the process is considered to arise as a
result of a stochastic temperature profile, 7;,, at the inlet of the microchannel.

As before, we rely on the polynomial chaos expansion of the stochastic fields

P

T =) L@V (23)
P

w(x) = w0V, (24)
P

P =Y piow; (25)
) P

v() = vo(l — K'Top) + K'Y T:(0)W;. (26)

i=0

Introducing (23) into the energy equation, multiplying by W, and evaluating the expectation,
we get

P P
8Tk <lIJilIleIJk> 2
o ;- VT, ————— =AVT, k=0,..., P. 27
2w VI i s @7)

Analogously, we introduce Egs. (24)—~(26) into Eq. (1) and perform a similar decomposition
to obtain

auk FE (W W W)
ZZ(“I Vo v

i=0 j=
=—-Vp+ vo(l — K'T,)Vuy

AR
+v01<§j§ V- (T;8u ,))<<lyqj>"> k=0,...,P, (28)
=0 j=0

with the same velocity divergence constraints as in Eq. (14).

3.5. Treatment of Boundary Conditions

Similar to the treatment of field variables, a “weak formulation™ approach is adopted
for the boundary conditions. For brevity, we only illustrate this approach for the inflow
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condition. As mentioned earlier, the velocity profile is imposed at the channel inlet; we
have

u(x (S F[) = Uy, (29)

where u;, denotes the deterministic velocity at I';. Expanding the above equation in terms
of the polynomial chaos system, we have

up(x € I'y) = uy, 30)
w(xel))=0 k=1,...,P. 3D

Similarly, for the inflow temperature conditions we have
Tixel'y) =Ty k=0,....P. (32)

Thus, unlike the inlet velocity profile, the inflow temperature may admit stochastic compo-
nents whose amplitudes are specified by the right-hand side of Eq. (32). As mentioned in
Section 3.4, a random temperature component at inflow results in strong coupling between
the momentum and energy equations.

4. SOLUTION METHOD

It can be observed from the previous section that the equation system governing the
evolution of the uncertainty modes uy, pi, k =0, ..., P, has a similar form to the original
Navier—Stokes equation. Because of the appearance of coupling terms, however, the system
size is by a factor of P larger than the corresponding deterministic system. If not addressed
properly, the enlargement of the system size in the stochastic formulation can constitute a
major drawback, especially when the implementation of a fast O(/N) solver is not possible.
Another consideration that has guided the present development is a desire to base the
proposed development on existing deterministic solvers and computer codes.

Our approach to the formulation of the stochastic solver is based on the observation that
the velocity divergence constraints are decoupled, and this suggests the implementation of
a projection scheme [17] in which the advection and diffusion terms are integrated in a first
fractional step, and the divergence constraints are then enforced in a second fractional step.
Because the divergence constraints are decoupled, this approach results in a set of P + 1
decoupled pressure projection steps. Since these steps typically account for the bulk of
the computational effort in incompressible flow simulations, the solution of the stochastic
system can be obtained at essentially a cost of P 4 1 deterministic solutions. Coupled with
the spectral nature of the stochastic representation, this leads to a highly efficient stochastic
solver, as illustrated in the examples of the following section. Note that in the case of mul-
tiple random variables, the stochastic solution can be determined at a cost essentially of L
deterministic solutions, where L is the order of the Karhunen—Loeve expansion (Eq. (3.2)).
Generally, P and L are generally much smaller than the number of independent MC realiza-
tions that are needed for adequate representation of the uncertainty. This feature, together
with the decoupled structure of the pressure projection steps, is behind the efficiency of SPM.

The formulation of the stochastic solver adapts elements of previously developed low-
Mach-number solvers in [18, 19]. We rely on discretization of all fields variables using a
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uniform Cartesian mesh with cell size Ax and Ay in the x- and y-directions, respectively.
The velocity modes u; are defined on cell edges, while the scalar fields py, 7%, and v; are
defined on cell centers. Spatial derivatives are approximated using second-order centered
differences.

As mentioned earlier, the governing equations are integrated using a fractional step
projection scheme, and the implementation of the scheme is illustrated for the stochastic
formulation developed in Section 3.4. In the first fractional step, we integrate the coupled
advection—diffusion equations,

VY

duy (W W W)
— (w; - Vyu;—— L
ar ;; DWWy
_ ’ 2 ’ P& G <\ijquqjk>
=vo(1 — K' ) VZuy + voK Z Z V- (Tj-S(ui))W (33)
i=0 j=0

fork=0,..., P. The explicit, second-order Adams—Bashforth scheme is used for this

purpose; we thus have

* 17

3
=§H}§——H}§’1 k=0,...,P, (34)

where uj are the predicted velocity modes, At is the time step,

P P
H, = v(l = K'To)Vu + > > CiplwoK'V - (T;:8@) — ;- Vyu;l,  (35)
i=0 j=0
MARVARY
Cijp = M (36)

(W W)

and the superscripts refer to the time level. A similar treatment is used for the energy
equation, which is integrated using

-1 31
Tk Tk Zgn_ Z el k=0,...,P, (37
At 2 2
where
P P
Jk = kVZTk — Z Z Cijkui . VTj. (38)
i=0 j=0

In the second fractional step, we perform a pressure correction to the predicted velocity
in order to satisfy the divergence constraints. Specifically, we have

1n+1 *
um —uf

=-V k=0,..., P, 39
A7 P veeas Py (39)

where the pressure fields p; are determined so that the fields uZH satisfy the divergence

constraints in (14), i.e.,

V-utt =0 (40)
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Combining Egs. (39) and (40) results in the following system of decoupled Poisson
equations:

1
Vzpkz—EV-uZ k=0,..., P. C3))

Similar to the original projection method, the above Poisson equations are solved, inde-
pendently, subject to Neumann conditions that are obtained by projecting Eq. (39) in the
direction normal to the domain boundary [17, 20]. The weak formulation approach outlined
in Section 3.5 is used for this purpose. Fast Fourier-based solvers are employed for the
inversion of the discrete operators.

5. RESULTS

5.1. Results for P1
Parabolic Inlet Profile

We start by examining a simplified case where a deterministic parabolic velocity profile
is imposed at the channel inlet. We use

2
Uin = 0, Vin = ref|:1 - 4(; - 05) :| s (42)

where (i, vip) are the x- and y-components of the inlet velocity, V. is the reference
velocity, and B is the channel width. The flow is characterized by the Reynolds number
based on B, vg, and V.

_ BVrPf
= 7‘)0 .

Re 43)

As mentioned earlier, we are interested in applications with moderate to low Reynolds
numbers, so that the flow is stable and laminar.

The (deterministic) solution for steady flow in the channel is the well-known Poiseuille
solution [21]

9 9 4uv,
ue, ) =0, v = w0, Fo=0, gh= "5

; (44)

where 4 = pvis the dynamic viscosity. Thus, when the inlet profile is parabolic, the velocity
field is independent of the axial coordinate, y, and, as long as this solution is stable, the
velocity is independent of the viscosity as well.

It follows from the above remarks that for the present inlet velocity conditions, an uncer-
tainty in the viscosity would only affect the rate of pressure drop. We have

ap _410 Vref _4;0 Vref 3[’0 3[’1
By 5V e (vo+ vi181) ay 0 + ay ! 45)
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Using the definitions Wy = 1 and | = &, and exploiting the orthogonality of the Hermite
polynomials we get

% _ _410Vref‘)0 (46)
Ay B2

and

ap1 _ —4oVigv1 _ v18p0 47
dy B2 vo dy

Furthermore, the variance O‘azp of the pressure gradient is given by

(G- (G))-(5) @
y o dy dy dy
Thus, for Poiseuille flow, the effect of uncertainty in viscosity can be characterized analy-
tically.

The analytical expressions derived above are used to verify the predictions of the stochas-
tic projection scheme. Results are obtained for a channel flow with Re = 40.62 and v /vp =
0.2. The simulations are performed in a domain with aspectratio H/B = 6, usinga64 x 256
computational grid, a time step At = 1072 B/ V.5, and a polynomial chaos expansion with
P = 2. Figure 2 shows the ratio of the computed pressure gradients dp; /3y and dpg /3y,
at steady-state, along the centerline of the channel. The results are in excellent agreement
with the theoretical prediction in (47). For y/B > 2, the analytical and computed results
are practically identical, but tiny differences occur near the domain inlet. The maximum
relative error between the exact and computed pressure gradient ratios is, however, quite
small and falls below 0.05%.
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FIG.2. Pressure gradientratio (dp;/0y)/(dpo/dy) along the channel centerline versus the normalized stream-
wise coordinate y/B. Results are obtained for a channel with H/B = 6, Re = 40.62, and v, /vy = 0.2. The sim-
ulation is performed using a grid with 64 x 256 cells, ArV,;/B = 1073, and a polynomial chaos expansion with
P=2.
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Uniform Inflow

Here, we consider the case of a uniform inlet velocity profile:
iy =0, vy = ref- 49)

With this inflow condition, the steady (deterministic) flow gradually evolves toward a
parabolic Poiseuille profile. The transition reflects the growth of a laminar boundary layer
which eventually fills the channel; this delimits the entrance length, whose value depends on
the Reynolds number [22]. Within the transition region, the flow field is no longer uniform
so that, in the stochastic case, all of the velocity and pressure modes exhibit a nontrivial
behavior.

In order to illustrate this behavior, a simulation is performed for a channel with Re = 81.24
and vy /vg = 0.3. The simulation is performed using a uniform grid with 64 x 256, a time
step AtV,r/B =2 x 1073, and a polynomial chaos expansion with P = 3. The unsteady
equations are integrated in time until steady conditions are reached. Results are shown in
Figs. 3-5, which depict contours of the streamfunction, the streamwise velocity, and the
cross-stream velocity, respectively. The streamfunction is reconstructed from the steady
velocity field. In each figure, plots are generated for the mean (k = 0) as well as modes 1
and 2. The results illustrate the growth of the boundary layer in the entrance region. For the
mean flow modes (k = 0), entrance effects extend up to y/B 2~ 4, and the the corresponding
distribution becomes uniform at larger streamwise locations. The streamwise velocity modes

15 15
.30~ 30
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. 908500 . 900500
002000
gP0209”

300 = L) ——

FIG.3. Contour plots of the streamfunction distribution corresponding to #, (top), #; (center), and &, (bottom).
Results are obtained for a channel with H/B = 6, Re = 81.24, and v, /v, = 0.2. The flow is from left to right
along the +y-direction; the entire domain (0 < y/B < 6,0 < x/B < 1) is shown. The simulation is performed
using a grid with 64 x 256 cells, ArV,./B =2 x 1077, and a polynomial chaos expansion with P = 3.
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FIG. 4. Contour plots of the streamwise velocity components vy (top), v; (center), and v, (bottom). Same
parameters as in Fig. 3.

v; and v, exhibit appreciable variation up to 4 to 5 channel widths, but the cross-stream
velocity modes ug, 11, and 1, have negligible values outside the region 0 < y/B < 3.

Note that the magnitudes of the fields decrease as k increases, which reflects the fast
convergence of the spectral stochastic representation. The stochastic velocity field resulting
from the uncertainty in viscosity is dominated by the first mode, which exhibits recirculation
regions near the channel entrance that are symmetric with respect to the centerline. Below,
we contrast the present solution with results obtained using a nonlinear viscosity law.

5.2. Solution for P2

In this section, we focus once more on a straight channel with uniform inflow but consider
that the viscosity is temperature-dependent. The nonlinear viscosity law

YD T =T +a (T =T = 1+ T (L —1) 4 a1 (L )
= a (T — a — = a — — a - -
"(To) 1 0 2 0 1o T 21g T
(50)
is assumed, together with a Gaussian, spatially uniform temperature field given by
T =Ty + Thé, (5D

where 7j is the mean (reference) temperature and 77 is the standard deviation. Compu-
tations are performed for a channel at Re = VB /vg = 81.24, where vy = v(Tp). The
coefficients in the nonlinear viscosity law are a;7p = 9 and a2T02 = 45. Meanwhile, the
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FIG. 5. Contour plots of the cross-stream velocity components g (top), i, (center), and u#» (bottom). Only
the first half of the domain (0 < y/B < 3) is shown. Same parameters as in Fig. 3.

standard deviation in the temperature is fixed as 7;/7Ty = 1/30. The nonlinear viscos-
ity law is plotted in Fig. 6 together with the scaled probability density function of the
temperature. Note for this choice of parameters, linearization of the viscosity law (i.e.,
setting a, = 0) would result in the same problem last considered. Thus, the effect of the
nonlinearity in the viscosity law can be examined by comparing the results with those given
in Section 3.2.

Numerical simulation of the present problem is performed using the same computational
grid as in the linear problem, a time step At V,s/B = 1073, and a polynomial chaos expan-
sion with P = 3. Results of the simulation are given in Figs. 7-9, which respectively show
the distribution of streamfunction, streamwise velocity, and cross-stream velocity at steady-
state. As done earlier, the mean distributions are plotted together with the first two modes.
The computed results show that the mean flow behavior in the present case is quite similar
to that depicted in Figs. 3-5. In particular, the development of the laminar boundary layer
is clearly reflected in the mean streamfunction contours, which are deflected away from
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FIG. 6. Dependence of viscosity on the temperature given in Eq. (50) and the scaled probability density
function of T'.
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FIG. 7. Contour plots of the streamflunction distribution corresponding to #, (top), #; (center), and
(bottom). Results are obtained for a channel with H /B = 6, Re = 81.24, the nonlinear viscosity law and stochastic
temperature shown in Fig. 6. The simulation is performed using a grid with 64 x 256 cells, ArV,,//B = 107, and
a polynomial chaos expansion with P = 3.
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FIG. 8. Contour plots of the streamwise velocity components vy (top), v; (center), and v, (bottom). Same

parameters as in Fig. 7.

solid boundaries as one moves downstream (Fig. 7). As y increases, the mean cross-stream
velocity component decays rapidly, and a parabolic streamwise velocity profile eventually
prevails.

On the other hand, the “stochastic modes™ u; and u, exhibit noticeable differences from
the corresponding fields obtained with a linear viscosity law. The distributions reveal a
more complex structure in the nonlinear case, especially for the second mode where one
can notice the presence of multiples lobes that are symmetrically distributed on both sides
of the channel centerline. Thus, the nonlinear term in the viscosity law can have a dramatic
impact on the variance fields.

In order to further examine the effects of the viscosity law on the predictions, we linearize
the governing equations and thus consider the unsteady Stokes problem. In this formulation,
the nonlinear inertial terms are omitted and the evolution of the flow field follows a gradual
decay toward the steady at a rate that is governed by the viscous time scale. This simple
flow evolution enables us to perform straightforward comparison of different solutions
during the transient. In addition, by contrasting the results of the Stokes and Navier—Stokes
computations, one can gain additional insight into the role of inertial effects on the structure
of the variance fields. Unsteady Stokes solutions are performed for a viscosity law with
agTO2 = 45 (the nonlinear case) and the predictions are contrasted with results obtained
with a, = O (the linear case). For both cases, instantaneous distributions of the standard
deviation in the # and v velocity components and in the streamfunction are shown in Fig. 10.
The simulations are initialized with the fluid at rest and the fields are generated at a fixed
time instant #, = V,,t/B = 1, before the decay of the flow transient. The variance O‘er
of a generic field variable f(x, &) is obtained from the corresponding polynomial chaos
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FIG. 9. Contour plots of the cross-stream velocity components iy (top), i#; (center), and u#» (bottom). Only
the first half of the domain (y/B < 3) is shown. Same parameters as in Fig. 7.

expansion using

P

P 2
o) = ((f(0) — fox))?) = < (Z ff(x)wf) > => ). 62
i=1

i=1

The results in Fig. 10 show that significant magnitude differences exist between the pre-
dictions obtained using linear and nonlinear viscosity laws. In particular, the difference
between the two standard deviation fields exhibits peak values that are comparable to those
of the corresponding fields. However, unlike our experiences above using the Navier—Stokes
solver, the distributions for the two viscosity laws in the Stokes case have a very similar
structure. This indicates that nonlinear advective effects can have a substantial impact on
the structure of the variance field.
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Linear v(T) law Nonlinear v(7T') law Differences

I

12

Tl
[II] | |
|18l | |
i |

|
|
|

W
|
S

m

i

_Bazea
[T [ ——

[THIN

streamfunction

FIG. 10. Contour plots of the standard deviation in the #-component (top), the v-component (center), and
streamfunction (bottom). Only the first quarter of the domain (y < 1.5B) is represented. The results are based on
the computed Stokes solution at £, = V,,-t/B = 1, using a linear viscosity law with @, 7, = 9 (left) and a nonlinear
viscosity law with ¢; 7y =9 and a2T02 = 45 (middle). The difference between the two standard deviation fields
is plotted on the right. In both cases, the solutions are obtained on a grid with 64 x 256 cells, a time step
AtV,e/B = 1073, and a polynomial chaos expansion with P = 3.
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FIG.11. Effect of the order P and cell size i on the standard deviation of the u-velocity.

We also use the Stokes problem to investigate the sensitivity of the computed solution
with respect to refinement of the computational grid (4 refinement) and the order of the
polynomial chaos expansion ( P refinement). Results of this study are given in Fig. 11, which
depicts distributions of standard deviation in the cross-stream velocity u#. The P-refinement
tests are based on results obtained with P = 3, 5, and 7, using a 64 x 256 grid and a time
step At V,r/B = 107>, The h-refinement tests are based on three grids having 32 x 128,
64 x 256, and 96 x 384 cells in the x- and y-directions, respectively; in these tests, P = 3
and the time steps are AtV,,;/B = 1072 for the two coarsest grids and 5 x 10~* for the
finest. The results show that, for the Stokes problem, the standard deviation distribution
and peak values are essentially unaffected by the value of P, which demonstrates the fast
convergence of the spectral expansion. Figure 11 also shows that the predictions at two finest
grid levels are nearly identical, while a slightly higher peak in the standard deviation can be
observed for the coarsest grid level. Further examination of the results (not shown) reveals
that differences between the coarse level predictions and the more refined computations are
restricted to a small region near the channel inlet, and that at larger downstream distances,
the coarse grid provides accurate prediction of the solution.

5.3. Solution for P3

Implementation of the stochastic scheme for P3 is illustrated based on simulations of
the flow and temperature fields in the double-inlet microchannel schematically shown in
Fig. 12. The channel inlet consists of two streams having identical parabolic velocity profiles
with peak velocity V. The two inlet streams are separated by a plate of thickness D.
Thus, the problem can be treated as the wake of a slender bluff body of width D that is
located at the center of the channel. The flow is characterized by the Reynolds number
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FIG. 12. Schematic illustration of the double-inlet microchannel.

Re = V,,sB /vy, the blockage ratio D/B, and the Prandtl number A /vg. As indicated in
Section 3.4, vg = v(T}y) is the reference viscosity. Note that the blockage ratio and Re can
be combined to define a Reynolds number based on the plate thickness, Rep = VirB /vy =
Re D/B. If Rep is large enough, the wake of the plate is unstable and periodic vortex
shedding is observed, at least for small downstream distances. This situation is considered
in the example below. Specifically, we consider a doublet inlet microchannel with blockage
ratio D/B = 0.2 and Reynolds number Re = 826. The Reynolds number based on the plate
thickness is Rep, = 165.2.

As mentioned in Section 3.4, the uncertainty in this problem is taken to arise as a result of
a stochastic temperature boundary condition. Specifically, the temperature of the first inlet
is taken to be deterministic and equal to T;.~. Meanwhile, the temperature of the second inlet
is treated as a random Gaussian variable, with a mean value of T}, and standard deviation of
0.177r. The fluid viscosity is assumed to depend on the temperature according to Eq. (22).
This provides a strong coupling between the momentum and energy equations, which is
examined in the computations by varying the coupling parameter K'. Specifically, results
are obtained using K = 0.1,0.2, and 0.4, where K = K'T,,. In all cases, the Prandtl number
A/vp = 6. The computations are performed in a domain with H/B = 5, using a 100 x 352
grid, a time step A7 V,.;/B = 2 x 1072, and a polynomial chaos expansion with P = 3.

Figures 13 and 14 depict instantaneous contours of streamwise and cross-stream velocity,
respectively, at a dimensionless time #V,,;/B = 100. Plotted in each figure are distributions
of the mean instantaneous prediction together with those of modes 1 and 2; results obtained
using K = 0.4 are used. The distributions of the mean field exhibit the presence of well-
defined patches that are arranged in a wavy pattern, which reflects the development of
an unstable wake. The results also reveal that the strengths of the vortices shed into the
wake gradually decrease with downstream distance. This effect can be clearly observed in
Fig. 14, which shows that the magnitude of the cross-stream velocity component decreases
with increasing distance from the channel entrance. Thus, the strengths of the vortices decay
with y and, for the selected value of the Reynolds number, one would in fact expect a steady
parabolic profile at large downstream distances.

Near the channel entrance, the distributions of u; and u, (Figs. 13 and 14) also reveal
the presence of well-defined structures that are spatially well correlated with those of the
mean field. The velocity magnitudes of the first mode are roughly an order of magnitude
higher than those of the second mode. With increasing downstream distance, the magnitudes
of u; and u, gradually decrease. This trend is also expected because, at large downstream
distances, one would recover a parabolic velocity profile whose strength is solely determined

73



502

13

LE MAITRE ET AL.

vo(T) v () vo(x)

0.989963 0.0371706 :

0912718 0.0319621 00

0.835472 0.0267536

0.758227 0.0215451

(.680981 0.0163366 |

0.603736 00111281 L :

052649 0.00591957 R 04

0449245 0000711064 — 000155474
_ 0371999 000440744 ' -0.00238899

0294754 000970594 3 2

0217508 oomaonaa [ F 3 9

00142281 : ¥\ 000856021

[ o), -

1.06721 0.0423791 0.00511921

0.00261 648

0.00178224

0.00004799

0.140263

00630174

up(@) ui ()
0.22809 0.0336648
0.195466 00204205
0.162842 0.0251762
0.130217 0.0209319
0.0975931 0.0166876
0.0649688 0.0124432
00323445 0.00819892
000027982 0.00395461

-0.00028970)
- -0.00453402
-0.00877834)
-0.0130227
-0.017267
0.0215113

-0.0257556

74



STOCHASTIC PROJECTION METHOD 503

To(z) Ti (@) Ty(z)

1.00635 = 0.101 = 0.00631762

1.00548 00942 0.00545767

1.00461 : 0.0874 000456771
B 100374 B 0.0806 0.00373775
S |.00287 B 0.0738 0.0028778
S 1.002 S 0.067 0.00201784
S 1.00112 S (.0602 000115789
SN 1.00025 0.0534 0.000297933
—_— 0999384 e 0455 -0.00056202]
—_ 0998513 @ — 00308 -0.00142108 @
S [.007543 S 0.033 -0.00228193
S 0-996772 S 00262 -0.00314189
B (.995902 s 0.0194 -0.004001 85
SRR 0.995031 ‘ B 00126 -0.048618 ‘

0.99416 B 0.0058 000572176

FIG. 15. Instantaneous distribution of 7y, 7', and 7, at ¢ V,./ B = 100. Temperature is normalized using 7.y,
and results obtained using K = 0.4 are used. The flow is from bottom to top, along the +y-direction.

by the volume flux in the channel. In this problem, the volume flux is deterministic, which
indicates that all velocity modes with k£ > 1 vanish as y increases.

Figure 15 shows instantaneous temperature contours for K = 0.4, generated at the
same time as in Figs. 13 and 14. The distributions of 7y and 75> show the presence of
well-defined patches of alternating signs which are consequently arranged at the center of
the domain. The strength of the temperature fluctuations within these patches first increases
with y, reaches a maximum value around y/B ~ 2, and then decreases as we move further
downstream. Near the channel entrance, the distribution of 77 reflects the inlet temperature
conditions, which are deterministic for the first inlet and stochastic in the second; thus, 7}
vanishes near the first inlet, peaks near the second, with a gradual transition region at the
face of the solid plate. As one moves downstream, the width of this transition region in-
creases leading to the formation of an asymmetric wavy pattern around the wake centerline,
with small positive values near the left wall and high values near the right wall. Note that
the peak value decreases as one moves downstream while the minimum increases, which

FIG. 13. Instantaneous distribution of vy, vy, and v, at tV,/ B = 100. Velocity is normalized using V.., and
results obtained using X = 0.4 are used. The flow is [rom bottom to top, along the +y-direction.

FIG. 14. Instantaneous distribution of i, i1, and i, at tV,,;/B = 100. Velocity is normalized using V,., and
results obtained using K = 0.4 are used. The flow is from bottom to top, along the +y-direction.
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Instantaneous (at tV,.;/B = 100) standard deviation of u(x)
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FIG. 16. Instantaneous distribution of the standard deviation of the normalized u-velocity field at time
1V,/B = 100; top: K = 0.1, middle: K = 0.2, bottom: K = 0.4.

illustrates how the uncertainty in the boundary condition diffuses as it advected by the
flow.

The close correspondence between the temperature fluctuations in the distributions of 7
and 7, in Fig. 15 is remarkable, and it is instructive to use the uncertainty representation
scheme to interpret the results. The polynomial chaos expansion of the temperature field
can be written as

T, &) = To@x)We(g) + T1(0)W (&) + o)W (&) + - - -
=To() + T1 ()& + L) (7 — 1) +---. (53)

For & = O the two inlet streams have an identical temperature, T, This implies that in
this case the temperature field is uniform and everywhere equal to T}, Using & = 0 and
truncation at P = 2, Eq. (53) gives

T(x,§ =0) = Tox) — Tax), (54)

i.e., the temperature prediction corresponding to & = O is the difference between the mean
and second mode. Since, as indicated above, T (x, §&; = 0) = Ty, the fluctuations in Ty and
T, should cancel out, so long as the spectral truncation used is valid. This constraint is in
fact reflected in the distributions shown in Fig. 15, which also indicates that the (truncated)
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FIG. 17. Instantaneous distribution of the standard deviation of the normalized v-velocity field at time
tV,g/B = 100; top: K = 0.1, middle: K = 0.2, bottom: K = 0.4.
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FIG. 18. Instantaneous distribution of the standard deviation of the normalized temperature field at time
tV,g/B = 100; top: K = 0.1, middle: K = 0.2, bottom: K = 0.4.
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higher modes have little impact on the present predictions. One should also note that
(T@) =Tolx) # T(x, 6 =0, (55

which indicates that the expected temperature field does not coincide with the “determinis-
tic” prediction for & = 0.

Instantaneous distributions of the standard deviation of #, v, and T are shown in
Figs. 16-18, respectively. Plotted are results obtained at #V,s/B = 100 using K = 0.1,
0.2, and 0.4. The results indicate that the normalized standard deviation for the streamwise
(v) and cross-stream () velocity components increase with increasing with K. As ex-
pected, the largest standard deviation values occur in the near wake, where strong vortical
structures are present. On the other hand, the contours of the temperature standard deviation
exhibit a wavy, asymmetric spreading band near the center of the domain. Unlike the stan-
dard deviation of the velocity field, the standard deviation of the temperature is essentially
insensitive to the coupling parameter K. Thus, for the present conditions, the propagation
of the uncertainty in the temperature field appears to be dominated by the deterministic
thermal diffusion coefficient and advection with the (stochastic) mean velocity field.

Profiles of time-averaged values of the streamwise velocity, cross-stream velocity, and
temperature are given in Fig. 19. The figure depicts profiles of the first three modes, generated
atthe streamwise plane y/B = 1.25 using simulations with K = 0.1,0.2, and 0.4. The time-
averaged profiles reveal trends similar to those observed in the instantaneous distributions.

N S Y T S N 3 A
0 01020304050680.7080.8 1

=B =B =B
Tn T{ Ty
1.0005 PR S P S e Ralic FEaed b o1 T T, T —
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FIG. 19. Time-averaged profiles of U (top), v (center) and 7' (bottom), at the plane y/B = 1.25. The modes
correspond to k = 0 (left), K = 1 (center) and k = 2 (right). The curves depict results obtained for K = 0.1, 0.2
and 0. 4.
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obtained for K = 0.1, 0.2, and 0.4.

79



508 LE MAITRE ET AL.

The mean velocity profiles clearly reflect the development of the unstable wake. Meanwhile,
the uncertainty in the velocity field is dominated by the contribution of the first mode, whose
peak values are significantly larger than those of the second mode. The results also indicate
that as K increases, the uncertainty in the velocity field also increases. This behavior is
in sharp contrast with that observed for the temperature profile. The mean temperature
prediction exhibits a pronounced dependence on K while the first mode appears to be
insensitive to K. As discussed earlier, the fluctuations in the profiles of Ty and 7, are quite
similar, but are dominated by 77 which is forced at the inlet boundary. The above trends
are also reflected in Fig. 20, which depicts profiles of the normalized standard deviation of
the mean velocity components and of temperature. Combined with the results in Fig. 19, it
is evident that the contribution of the first mode to the standard deviation is dominant. One
can also observe the insensitivity of the temperature standard deviation to the selected value
of K, and the strong dependence of the velocity uncertainty on the coupling parameter.
We conclude the discussion with a brief remark on the possible use of the quantitative
uncertainty propagation scheme. For instance, in the case of the streamwise profile, the
standard deviation is vanishingly small at cross-stream locations (x/B ~ 0.3 and x/B ~
0.7) where the mean signal approaches its peak value (compare Figs. 19 and 20). The ratio of
the standard deviation to the mean value is clearly minimized at the corresponding locations.
Consequently, these positions provide ideal sites for probing the streamwise velocity, in a
fashion that minimizes the effect of the uncertainty in stochastic inlet temperature. This
illustrates how the stochastic simulation results may be applied to experiment design.

6. CONCLUSION

In this paper, a stochastic scheme is developed which allows the propagation of uncertainty
in incompressible Navier—Stokes simulations. The uncertainty representation scheme is
based on the polynomial chaos expansion of the solution in terms of the random input
data, and on determining the coefficients of this spectral using a Galerkin procedure. The
computational uncertainty propagation scheme is constructed by combining the uncertainty
representation scheme with a projection method for an incompressible Newtonian fluid. It
is shown that this construction results in a coupled system of advection—diffusion equations
for the stochastic velocity coefficients, and in a decoupled system of projection steps for
the corresponding pressure fields.

Implementation of the stochastic solver is illustrated based on simulations of steady and
transient flow in a microchannel at low to moderate Reynolds numbers. Attention is focused
on the simplified situation where the uncertain data can be represented as a random variable,
and the resulting stochastic scheme is applied to analyze uncertainty in transport properties
and boundary conditions. The simulations highlight the efficiency of the stochastic solver,
which benefits from the fast convergence of the spectral representation. In particular, for all
cases analyzed, it is found that only a small number of terms in the spectral expansion are
needed to ensure an accurate representation. The efficiency of the computational scheme
also stems from the decoupled structure of the discrete projection steps, which enables us
to determine the stochastic solution at the cost of a few deterministic calculations.

As mentioned earlier, the present analysis has been restricted to the case of a single ran-
dom variable and to incompressible flow of a nonreacting fluid. It should be noted that the
first restriction can be immediately relaxed within the present uncertainty representation
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framework which has been applied in a variety of more elaborate situations involving ran-
dom processes, correlated random inputs, and stochastic data with non-Gaussian statistics
[23, 24]. It is also appears that the incompressible and nonreacting flow assumptions can
also be relaxed, in particular by relying on low-Mach-number reacting flow models (e.g.,
[18, 19]). Extension of the current scheme along these directions is the focus of ongoing
efforts.

APPENDIX

The first five polynomials W; and their corresponding variance (lllf) are provided in the
following table:

Order j Polynomial W;(§) (\[sz.)
j=0 (&) = 1 =1
ji=1 W) =¢ (Wi =1
j=2 W) =£2—1 (w3) =2
j=3 Wy(5) = &% — 3¢ (¥3) =6
j=4 Wy (5) = €4 — 682+ 3 (w3 =24

The expectation is defined with respect to the Gaussian measure:

e &
<f>—\/2—n/ocf(é)eXp< 2)ds.

The polynomials satisfy the orthogonality condition (W¥; ¥ ;) = O fori # j. Expectations
of the form (W; W ;W) arise in the governing equations. Numerical values for i, j, k < 4
are given in the following table:

Expectation of W; W ;W value
(WoWoWo) 1
(WoW W) 1
(WoW2W7) 2
(WoW3Ws) 6
(oW, Wy) 24
(W1 W W) 2
(W1 W2 W3) 6
(W, W5y 24
(W Wy \5) 8
(oW Wy) 24
(W W3 Ws) 36
(W2 W) 192
(W3W3Wy) 216
(W, W, W) 1728
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Other expectations can be deduced from permutation of indices,
(Wi WiWp) = (W W W) = (W) = (W30 W) = (W ;) = (W w0,

and values that are not reported in the table are null.
For a viscosity law of the form

YE) 1L ik + g,
Vo

the first three terms of the polynomial chaos expansion of the incompressible momentum
and continuity equations are given by:

B 4+ (g - Vg + V po — vo(1+ B2)Vug

Mode 0:
= —(lll - V)ul — 2(1[2 - V)uz + \)0,31 V2111 + 2U0,32V2uz V- Uy = 0
B (uy - Vg + (g - Vuy + 2[(uy - Vg + (1 - Vuy)
Mode 1:
= —Vpi+ vl +382)V2u; + voBi Vug + 2081 Vu, V-u; =0
52+ (2 - Vg + (o - Ve + (w1 - Vuy + Vs
Mode 2:

= vo(1 + B VZus + vo 1 VZuy + vopViug 'V -ur =0,

The above expansion is truncated at P = 2.
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An uncertainty quantification scheme is developed for the simulation of stochastic
thermofluid processes. The scheme relies on spectral representation of uncertainty
using the polynomial chaos (PC) system. The solver combines a Galerkin procedure
for the determination of PC coefficients with a projection method for efficiently sim-
ulating the resulting system of coupled transport equations. Implementation of the
numerical scheme is illustrated through simulations of natural convection in a 2D
square cavity with stochastic temperature distribution at the cold wall. The properties
of the uncertainty representation scheme are analyzed, and the predictions are con-
trasted with results obtained using a Monte Carlo approach. @ 2002 Elsevier Science (USA)

Key Words: stochastic; natural convection; Navier-Stokes; polynomial chaos;
Karhunen—Logve; uncertainty.

1. INTRODUCTION

Uncertainty propagation and quantification can be an essential step in the development
of complex models, in particular when these models involve inexact knowledge of sys-
tem forcing or system parameters. This article is part of an effort that aims at developing
uncertainty quantification schemes for fluid systems involving transport and chemistry.

As aninitial step toward these objectives, a stochastic projection method (SPM) was devel-
oped in a previous work [1]. In [1] attention was focused on an incompressible flow model,

! Corresponding author.
0021-9991/02 $35.00

8 4 (© 2002 Elsevier Science (USA)
All rights reserved.
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where uncertain model data are generated by a single random variable. SPM combines a
projection method for fluid flow with a spectral representation of the effect of uncertainty
in terms of the polynomial chaos (PC) system [2-9]. The objectives of the present effort
are twofold: (1) to extend the capabilities of SPM to situations involving random processes,
and (2) to generalize the underlying formulation so as to account for weak compressibility
effects. To illustrate the development, we focus on natural convection in an enclosed cavity.
This topic has received considerable attention in the recent literature and various approaches
have been proposed, including models based on the well-known Boussinesq approximation
(e.g., [10-12]) as well as low-Mach-number models (e.g., [13, 14]). In addition, simulations
of internal natural convection have been used as benchmark tests for different flow regimes
[10, 15-27].

In one of its simplest forms, the problem consists of a square or rectangular cavity with
adiabatic horizontal boundaries and differentially but uniformly heated vertical walls. In
practice, however, this idealized situation may be difficult to achieve, for instance due to
imperfections in insulation and/or nonuniform heating and cooling. Computed solutions
are often very sensitive to applied boundary conditions, which can complicate comparison
with experimental measurements [28].

The present effort aims at generalizing the previous construction [1] along two direc-
tions, namely, by considering flows with (small) temperature and density gradients and by
considering uncertain model data associated with a random process. Motivated in part by
the aforementioned observations, we focus on the idealized case of natural convection in a
square cavity under stochastic boundary conditions. As outlined in Section 2, we restrict the
study to natural convection in the Boussinesq limit. A stochastic formulation is then intro-
duced in Section 3 which consists of treating the hot wall as having a uniform temperature
and imposing a stochastic temperature distribution on the cold vertical boundary. The latter
is treated as a Gaussian process characterized by its variance and correlation length. The
Karhunen-Loeve expansion [29] is then applied to construct an efficient representation of
this process and to generalize the PC representation used in the previous version of SPM
[1]. A brief validation study of the deterministic prediction is first performed in Section 5
and is used to select an appropriate grid resolution level. The convergence properties of
the spectral stochastic scheme are then analyzed in Section 6, and the properties of the
computed velocity and temperature modes are examined in Section 7. To verify the spectral
computations, a nonintrusive spectral projection (NISP) approach is introduced and applied
in Section 8. The essential idea in NISP is to use deterministic predictions to determine the
stochastic response of the system. Two variants are considered, one based on high-order
Gauss—Hermite (GH) quadrature [30, 31] and the other on Latin hypercube sampling (LHS)
strategy [32]. The predictions of both sampling schemes are contrasted with the spectral
computations and are used to further examine its properties. In Section 9, a quantitative
analysis of the effects of the imposed stochastic temperature profile is provided. Major
conclusions are summarized in Section 10.

2. DETERMINISTIC FORMULATION

We consider a square 2D cavity, of side L., filled with a Newtonian fluid of density
p, molecular viscosity w, and thermal conductivity k. The coordinate system is chosen
so that y is the vertical direction, pointing upward, and the x axis is horizontal. The two
horizontal walls are assumed to be adiabatic. The left vertical wall is maintained at uniform
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temperature Ty, and the right vertical wall is maintained at 7,.. We assume that 7, > T¢, so
that the left vertical wall (located at x = 0) is referred to as the hot wall, while the right
vertical wall is the cold wall.

In the Boussinesq limit, 2(7y, — T;) /(Ty, + T;.) < 1, the normalized governing equations
are expressed as [12]

u Pr

5+u-Vu=—Vp+ Ravzu—i—PrQey, (D
V-u=0, (2)

a0 1
T AV o = V30, 3)

ot ~Ra

where u is the velocity, ¢ is time, p is pressure, e, is the unit vector in the vertical y direction,
and 0 = (T — Tier)/ ATt is the normalized temperature. The reference temperature 7ief =
(Ty + T¢)/2 and the reference temperature difference AT = T, — T.. Unless otherwise
noted, variables are normalized with respect to the appropriate combination of reference
length L., velocity V, time T = L./ V, and pressure P = p V2. The normalization leads to
the usual definitions of Prandtl and Rayleigh numbers, respectively Pr = juc,/k and Ra =
p8BATsL? / (1), where B is the coefficient of thermal expansion and g is gravitational
acceleration. In all cases, the deterministic system is integrated from an initial state of rest
using Pr = 0.71 and Ra = 10°. For this choice of physical parameters, a steady, laminar
recirculating flow regime occurs [12].

3. STOCHASTIC FORMULATION

We consider the effect of “random” fluctuations on the cold wall. The normalized mean
wall temperature at x = 1 is expressed as

1
01(y) =0(x = l,y)=0c+9/(y)=—§+9/(y)- 4)

Using angle brackets to denote expectations, we have (6;) = 6.; i.e., 6’ has vanishing
expectation and the mean (dimensional) temperature along the cold wall is independent of
y and equals T.

The random component is assumed to be given by a Gaussian process which is charac-
terized by its variance o and an autocorrelation function K given by

K1, y2) = K(y1 — y2) = (0’ (1O’ (02)) = o5 expl—|y1 — y2l/Lecl, (5)

where L. is the normalized correlation length. K can be expanded in terms of its eigenvalues,
Ai, and eigenfunctions, f;(y), using [9, 33, 34]

K, y2) = Mifiy) fi (), 6)
i=0

and 0’ can be accordingly expressed in the usual Karhunen-Loeve (KL) expansion as [29]

0'(y) =Y Vi, (7)
i=0

86
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where the &;’s are uncorrelated Gaussian variables having vanishing expectation and unit
variance.

The eigenvalues and eigenfunctions of K are solutions of the corresponding integral
operator [9, 33, 34],

1
/ K1, v2) £(v2) dya = Af (31). ®)
0

This Fredholm equation can be solved numerically, but an analytical solution for the kernel
in Eq. (5) is available [9] and is given by

(cos[w,(y —1/2)]

1 —— if n is even,
sin(w,
£:) o ©)
n\y) =
infw,(y —1/2
smlenQ — 121 e i odd,
1 sin(wy)
2 2w,
where
2L
I =o0f (10)
1 + (@, L)
and w, are the positive (ordered) roots of the characteristic equation
[l — Lewtan(w/2)][L.w + tan(w/2)] = 0. (11)

Since the first positive root of Eq. (11) is wg = 0, corresponding to fy = 0, Eq. (7) may be
rewritten as

') =Y EVA ). (12)
i=1

Figure 1 depicts the first 10 eigenvalues and eigenfunctions for a process with L. = 1.
Note that as the index increases, the eigenfunctions exhibit higher frequencies while the
corresponding eigenvalues decrease. As discussed in [9] the decay rate of the spectrum
increases with decreasing L..

1
0.8
0.6
0.4
0.2

0

-0.2

-0.4

-0.6

S

A2 (y) / o
N/ og
+

0.01 [

oot L1 1 1
0 02 04 06 08 1 0O 2 4 6 8 10

y i (K-L mode index)

FIG. 1. Karhunen-Loe¢ve expansion for the temperature fluctuation 6’(y) corresponding to an exponential
correlation function with characteristic length L. = 1. In the left plot, the first ten mode shapes (+/A; f;(y)) are
reported. The right plot shows the eigenvalues A,. The quantities have been respectively normalized using oy

and 0. 87
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TABLE 1
Ei and E2° for Various Values of Nk, for L. = 1/2, 1, and 2

N
4 6 10 20 40
E?(NqL) — L. =1/2 0.5882E—1 0.3751E—1 0.2161E—1 0.1045E—1 0.5129E-2
E>(Ng) — L. =1 0.2947E—1 0.1871E—1 0.1077E—1 0.5213E-2 0.2562E—2
E>(Ng) — L. =2 0.1473E—1 0.9337E-2 0.5376E—2 0.2604E—2 0.1280E—2
EX(NxL) — L. =1)/2 0.1076E—0 0.6592E—1 0.3453E—1 0.1300E—1 0.5590E—2
EX(Ng) — L.=1 0.5346E—1 0.3255E—1 0.1704E—1 0.6429E—2 0.2792E-2
EX(NxL) — L. =2 0.2657E—1 0.1615E—1 0.8456E—2 0.3197E—-2 0.1395E—-2

In numerical implementations, the KL expansion [Eq. (12)] is truncated, and the temper-
ature “fluctuation” is approximated as

NkL

0 = EVrfi, (13)

i=l

where Nyp is the number of modes retained in the computations. The error introduced by
this truncation is quantified in terms of the L, norms:

NkL r 1/p

[ 1 p1
E{(NkL) = /0/0 ’C()’b)’z)—zliﬁ(h)fl(yz) dyidy,| (14)

i=1

El(Nk1) = (15)

Table I reports Eg and E° for different values of Nk, and for L, = 1/2, 1, and 2; Table II
provides the corresponding values of Ez and E°. The results indicate that at fixed Nk,
the “truncation” errors scale approximately as 1/L.. At fixed correlation length, E* and
EP° decrease as Ny , while EX° and E exhibit faster decay rates. The effect of truncation
of K is further illustrated in Fig. 2, which depicts the truncated correlation function and
its deviation from the exact solution for L. = 1. The results indicate that the truncation
error is mainly concentrated in a thin band around the axis y; = y, and that it exhibits rapid

TABLE 11
Efc and E for Various Values of Nk, for L. = 1/2, 1, and 2

NKL
4 6 10 20 40
EX(Ng) — L. =1/2 0.3366E—1 0.1791E—1 0.8176E—2 0.2988E—2 0.1249E—-2
EX(Ng) — L. =1 0.1736E—1 0.9076E—2 0.4107E-2 0.1496E—2 0.6247E—3
EX(Ng) — L. =2 0.8789E—2 0.4562E—2 0.2057E—-2 0.7882E—-3 0.3124E-3
EFX(Ng) — L. =1/2 0.2188E—-0 0.1439E-0 0.8462E—1 0.4149E—1 0.2051E—1
EX(NxL) — L. =1 0.1127E-0 0.7285E—1 0.4250E—1 0.2076E—1 0.1026E—1
EX(Ng) — L. =2 0.5699E—1 0.3660E—1 0.2128E—1 0.1039E—1 0.5130E-2

88



14 LE MAITRE ET AL.

K(yy.y2)
Error on K(y;,y»)

0.8
0.6
0.4
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000 00000000
000 _ 00000000
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FIG. 2. Truncated correlation function IC(y;, ¥,) (left) and its deviation from the exact value (right). An
exponential autocorrelation function is used with L. = 1. The truncation is at Nx; = 6.

oscillatory decay as one moves away from the axis. It thus appears that the truncation, which
removes the highest frequency modes, primarily affects the short-scale correlations. The
truncated modes are expected to have a weak influence on the solution and this is in fact
reflected in the analysis that follows, which indicates that a modest number of KL modes
is generally sufficient.

4. SPECTRAL STOCHASTIC REPRESENTATION

As in [1], the dependence of the solution on the uncertain model data is represented in
terms of the PC system. We illustrate this representation for generic field variable, ® (x, 7, £),

where £ =&, ..., &y, - P is decomposed according to
P
Dx,1,8) =) Pi(x, )W (€), (16)
i=0

where ®; are (yet to be determined) deterministic “coefficients,” W; denote the polynomial
chaos [2, 3, 29], while P + 1 is the total number of modes used in the spectral expan-
sion. Note that the ¥; are multidimensional orthogonal polynomials of the uncorrelated
Gaussians, and that fori = 1, ..., Ngr, V;(§) = &;; i.e., these Nk polynomials are linear
in the &;. General expressions for W;, including higher order terms, can be found in [9].

We rely on Eq. (16) to form representations of the stochastic velocity, pressure, and
temperature distributions. Governing equations for the unknown expansion coefficients are
obtained by inserting the expansion into the governing equations and using a Galerkin
approach that takes advantage of the orthogonality of the polynomial chaoses [1, 9]. This
results in the coupled system

ou Pr

k 2
Vu), = -V v Proe,, 17
o7 + (u - Vu), Pk + TR u,+ Proe, (17)
Vou =0, (18)
36 1
KLV o), = V26, (19)

ot m 89
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fork =0,..., P.Here, ui(x,t), pr(x, t), and 6; (x, t) are the coefficients in the PC expan-
sion of the normalized velocity, pressure, and temperature fields, respectively. The quadratic
velocity—velocity and velocity—temperature products are given by

P P
(- V) =Y > Ciju;Vu; (20)
i=0 j=0
and
P P
@)= > Cipuib;, 1)
i=0 j=0
where
(W; W ;W)
Cijp = ——2 X (22)
' (W)

Note that although C;;x = 0for 1 <1, j, k < Ny, it is generally nonvanishing, so that the
Galerkin procedure results in a coupled system for the velocity and temperature modes.
Note, however, that the velocity divergence constraints are decoupled, which enables us to
adapt the SPM developed in [1]. This approach is outlined in the following sections.

4.1. Boundary Conditions

Following [1], boundary conditions are treated in a “weak sense”; i.e., the Galerkin
approach is also applied at the boundaries. In particular, the PC decomposition is also
introduced into the corresponding expressions, and orthogonal projections are used to derive
boundary conditions for the velocity and temperature modes. For the setup outlined in
Section 3, we obtain

u, =0, k=0,...,P VxeodQ, (23)
a0
a—"zo, k=0,...,P fory=0andy=1, 24)
y
1 1
o(x =0,y) ==, Ox=1,y)=—-, (25)
2 2
O(x =0,9) =0, Gx=1,y9)=VAfiy) fork=1,..., Ngp, (26)
0(x=0,y) =6, (x=1,y) =0 fork > Ngr. 27

Here © = [0, 1] x [0, 1] denotes the computational domain, and 9<2 is its boundary.

4.2. Solution Method

As mentioned earlier, the solution scheme is an adapted version of the SPM introduced
in [1]. Numerical integration of the governing equations of the stochastic mode follows an
explicit fractional step procedure that is based on first advancing the velocity and temperature
modes using

4ul —u' 2Ar P
i = k% 2 V) + - Va) "+ ———Vul + Préfe,|, (28)
3 3 k k \/R_a k k vy
40" — 0! 2A¢ 1
grtl = X 3 k4 3 {V. (—2uo); + (u@)Z’l) + EVZG”}, (29)

90
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where superscripts refer to the time level and At is the time step. Note that since we are
primarily interested in the steady-state solution of this system, we have combined explicit
second-order time discretization of the convective terms and with first-order discretization
of the buoyancy and viscous terms. As in [1], spatial derivatives are approximated using
second-order centered differences. In the second fractional step, the “intermediate” velocity
modes #; are updated so as to satisfy the divergence constraints [35, 36]; we use

o 2Ar_
it =iy — TVpk“, (30)

where p; are solutions to the Poisson equations

Vit = zimvak (31)
with homogeneous Neumann conditions [35, 36]. Note that these elliptic systems for the
various modes are decoupled, a key feature in the efficiency of SPM [1].

In the implementations presented in the following, we relied on a conservative second-
order finite-difference discretization on a uniform Cartesian mesh with (N, Ny) cells in
the x and y directions respectively. A direct, Fourier-based, fast Poisson solver is used to
invert Egs. (31). Since these inversions account for the bulk of the CPU times, and since
systems for individual modes are decoupled, the computational cost scales essentially as
O(NlogN), where N = N, x Ny x (P + 1). This estimate is in fact reflected in the tests
that follow.

5. DETERMINISTIC PREDICTION

We start with a brief discussion of deterministic predictions, obtained by setting the order
(No) of the PC expansion to zero. In this case, the stochastic boundary conditions reduce to
those of the classical problem with uniform hot and cold wall temperatures, 6, = 1/2 and
6. = —1/2. The resulting predictions are used to validate the computations and to select a

MODE_ 0- [-.496E+00, .496E+00] MODE 0 Scaled by .500E+00

B : ",
e EEERERE LR s
LCLIREI.

0 1 1]

FIG. 3. Scaled temperature field (left) and velocity vectors (right) for the deterministic temperature boundary
conditions (6, = —6. = 1/2) computed using zero-order spectral expansion (No = 0).
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suitable grid size. To this end, the results are compared with the spectral computations of
Le Quéré [12]. For Ra = 10°, Le Quéré found a steady Nusselt number Nu = 8.8252, with
the Nusselt number defined by

1
Nu=— % dy. (32)
0 0X

Following a systematic grid refinement study, we find that a computational grid with
N, = 140 and N, = 100 is sufficient for accurate predictions. Starting from an initial state
of rest, the computations are carried out until steady conditions are reached. Specifically,
the computations are stopped when the maximum change in any field quantity falls below a
tolerance € = 107!°. (Double precision arithmetic is used.) For the current grid resolution,
the steady Nusselt number is found to be Nu = 8.8810, which is within 0.63% of the
prediction of Le Quéré. The structure of the steady field, depicted in Fig. 3, reveals thermal
boundary layers on the hot and cold walls and a clockwise circulation of the fluid; these

predictions are also in good agreement with the results reported in [12].

6. CONVERGENCE ANALYSIS

An analysis of the convergence of the spectral representation scheme is performed in this
section. Following the previous discussion, we are presently dealing with a two-parameter
discretization that involves the number Ny of Karhunen—Loéve modes, as well as the order
No of the PC expansion. As discussed in [9], the total number P of orthogonal polynomials
increases monotonically with Nxp, and Ng [9].

6.1. Convergence of KL Expansion

In Section 3, we observed that the KL expansion converged rapidly and consequently
speculated that truncation of this expansion would have little effect on the predictions. We
now examine this expected trend by computing the mean Nusselt number,

_ 136,
Nu = — —dy, (33)
0 dx

and its standard deviation,

& Log 17 v
Nu) = — [ Zdy| (v, , 34
o (Nu) (;{{ /0 » y]< >}> (34)

for Nkp ranging from 2 to 10. For brevity, we restrict our attention to a first-order PC
expansion, and results are obtained with fixed L. = 1 and oy = 0.25.
The average of the local heat flux variance along the wall is given by

— P A T06;17
02(89/3)6):/0 Z[ﬁ} (W, W;) dy. (35)
i=l1

and should be carefully distinguished from o (Nu). At steady state, the net heat flux on the
hot wall equals that on the cold wall; since this relationship holds for arbitrary realization,
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TABLE III
Effect of Nk, on Nu and o (Nu) for No = 1,
L. =1,and oy = 0.25

N Nu o (Nu) P
2 8.96344 2.47009 2
4 8.97114 2.46979 4
6 8.97179 2.46980 6
8 8.97190 2.46980 8

10 8.97192 2.46980 10

o ?(Nu) has the same value on the hot wall as on the cold wall. On the other hand, 2(89 /0x)
is expected to assume a higher value on the cold wall, where random fluctuations are
imposed, than on the hot wall, since these fluctuations are expected to be smoothed out by
diffusion.

Computed values of Nu and o (Nu) are reported in Table I11. As expected, the results show
that for the present conditions Nu and o (Nu) converge rapidly with Nx; . To further examine
the predictions, we plot in Fig. 4 the distribution of the normalized heat flux —d6/dx along
the hot and cold walls as a function of P. (Note that for No = 1, P = Nky.) Clearly, on the
hot wall, only modes 0 and 1 contribute significantly to the local heat flux; for the higher
modes, d6; /dx is close to zero for all y. This situation contrasts with the distribution of the
heat fluxes on the cold wall, where significant heat flux fluctuations are observed for all the
PC modes. However, as noted earlier, the net heat fluxes across the hot and cold walls are
equal at steady state. Thus, when integrated along the boundary, the significant fluctuations
of the higher modes on the cold wall tend to cancel out. This explains the rapid convergence
of integral quantities in Table III.

The standard deviation of the local heat flux, shown in Fig. 5, closely reflects these
trends. In particular, by comparing points symmetrically across the midplane, the re-
sults clearly show that the values on the cold wall are generally larger than those on the
hot wall. Also note that the curve for the cold wall exhibits a noticeable waviness that

0.9 - 09 | —
0.8 - 0.8 | —
0.7 - 0.7 | —
0.6 Hot-wall - 0.6 E
> 05 . > 05 —
04 - 04 | .
0.3 . 0.3 | Cold-wall .
0.2 - 0.2 | .
0.1 - 0.1 | .
0 L L 0 L L
-5 0 5 10 15 20 -5 0 5 10 15 20
-0 6i/0dx -0 6;/9dx

FIG. 4. Local heat fluxes versus y on the hot (left) and cold (right) walls, for modes 0—10. A first-order
expansion is used with Ny, = 10, L. = 1, and o, = 0.25.
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09
08
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06

/" Hot-wall ——
Cold-wall -------

04
0.3
0.2 |

01 -

0o 1 2 3 4 5 6 7 8
<[90/9x-<00/0x>]%>"2

FIG.5. Standard deviation of the local heat fluxes versus y on the hot and cold walls. A first-order expansion
is used with Ng;, = 10, L, = 1, and oy = 0.25.

corresponds to the imposed conditions, whereas the curve for the hot-wall distribution is
smooth.

6.2. Convergence of PC Expansion

In this section, we analyze the convergence of the PC expansion by contrasting results
obtained with No = 1, 2, and 3. Results are obtaining with L, = 1 and gy = 0.25, using
both four and six KL modes.

Wall heat transfer. The computed values of Nu and o (Nu) are reported in Table IV,
together with the number P of polynomials used. The results exhibit a fast convergence as
the order of the PC expansion, No, increases. The differences in Nu and o (Nu) between
second- and third-order solutions are less than 0.01% and 0.05%, respectively. The close
quantitative agreement between the results for No = 2 and 3 indicates that, at least as far as
integral quantities are concerned, a second-order expansion is sufficiently accurate. This fast
convergence rate is also indicative of the smooth dependence of the solution with respect
to the imposed random temperature fluctuations.

Plotted in Fig. 6 are the heat flux distributions along the cold (top row) and hot (bottom
row) walls for Nog = 1, 2, and 3. Results are obtained with Nk, = 4 and curves are plotted

TABLE IV
Mean Nusselt Number and Its Standard Deviation for First-, Second-, and Third-Order
PC Expansion with Ng;, =4 and 6 for L, = 1 and oy = 0.25

Nu o (Nu) P
NO NKL:4 ]VKL:6 NKL:4 NKL:6 NKL:4 NKL:6
1 8.97114 8.97179 2.46979 2.46980 5 7
2 8.97289 8.97352 2.46323 2.46327 15 27
3 8.97337 8.97340 2.46239 2.46245 34 83
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<T(No=()>-<T(No=2)>, min=-0.0093, max=0.0172

0.0187238
0.0161964
0.013669
0.0111417
0.00861431
0.00608695
0.00355959
0.00103223
-0.00149513
-0.00402249
-0.00654985
-0.00907721
-0.0116046
0.0141319

<T(No=0)>-<T(No=3}>, min=-0.0103, max=00173 || Temperature Scale

MAAOOA 1 AT

FIG.8. Contours of 8° — (Vo). Plots are generated for No = 1, 2, and 3. Results are obtained with Ng, = 4,
L.=1,and o, = 0.25.

No=1-No=2,[-0.00343,0.00495] No=2-No=3,[-0.00145,0.00116]

FIG.9. Contour plots of {(9') — (6?) (left) and {(6%) — (6°) (right). Results are obtained with Ny, =4, L. = 1,
and Oy = 0.25. 95
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No=2, min=8.TE-4, max={.240599

No=3, min=8.7E-4, max=0.240085

0.245
0.2205
0.196
0.1715
0.147
0.1225
0.098
0.0735
0.049
0.0245
0
Scale for standard deviation of T

RN |

21

FIG. 10. Contours of standard deviation in temperature for No = 1, 2, and 3. Results are obtained with
Nxp =4, L. =1, and 0y = 0.25.

FIG. 11.

Diff. (No=1&No=2): [-0.001526,0.00325]

Diff.(No=1&No=3): [-0.0014217,0.00331]

V

=3

Diff.(No=2&No=3): [-3.483E-4.5.555E-4]

0.0034
0.0029027
0.0024054
0.0019081
0.0014108
0.0009135
0.0004162
-8.11001e-05
-0.0005784
-0.0010757
-0.001573
Scale for differences in Std.Dev. of T

Ny =6, L. =1, and oy = 0.25.
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Differences in the temperature standard deviation computed using No = 1, 2, and 3. In all cases,
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FIG. 6. Local heat flux versus y on the cold (top row) and hot (bottom row) walls. Results are obtained with
Nxp =4, L. =1, and 0y = 0.25. Curves are plotted for every mode in the PC expansion. P = 4 for No = 1,
P = 14 for No = 2, and P = 34 for No = 3.

for every mode in the PC expansion. The local heat flux profiles for the “first-order modes”
(index i < 4) have shapes similar to those reported in Fig. 4: these modes have significant
amplitude on the cold wall, whereas modes higher than 2 are much less pronounced on the
hot wall. On both walls, the first-order modes are slightly influenced by the order of the PC
expansion. Whereas increasing Ng introduces more modes in the expansion (P = 14 for
No =2 and P = 33 for No = 3), the heat fluxes associated with these higher order modes
are very low. Consequently, the “correction” of the local heat fluxes, arising when Ng is
increased, is weak whenever Ngo > 1. This fact is also shown in Fig. 7, where the local
heat-flux standard deviations are plotted for No = 1, 2, and 3.

The present analysis of wall heat fluxes only shows how the solution converges, globally
or locally, on the vertical boundaries. To further investigate the behavior of the spectral
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FIG. 7. Local standard deviation of the heat fluxes on the hot (left) and cold (right) walls, for No = 1, 2,
and 3. Results are obtained with Nx;, = 4, L. = 1, and oy = 0.25.
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representation, we analyze the temperature and velocity fields within the cavity. We focus
our attention on the distributions of mean quantities and their standard deviations and
postpone to Section 7 the examination of individual mode structure.

Temperature field. We start by noting that, since the natural convection in the cavity
is not a linear process, the mean temperature distribution differs from the deterministic
prediction corresponding to the mean temperature boundary condition, 6. = —1/2. This
deterministic prediction, corresponding to §; = 0,7 = 1, ..., Ngg, shall be denoted by 09,
Meanwhile, we shall denote by (§Vo=12:3) = §,(Ng) the mean predictions obtained using
first-, second-, and third-order PC expansions, respectively.

Examination of the mean temperature fields obtained with No = 1, 2, and 3 (not shown)
reveals that these fields have features like those of #° (shown earlier in Fig. 3). Thus,
we have found it more convenient to analyze the difference fields 6 — (9Vo=!). These
difference fields are plotted in Fig. 8 for Nx;. = 4. A close agreement is observed between
the plots corresponding to the different expansion orders. Only a very weak dependence of
the local magnitudes on N can be detected. Thus, increasing No has only a weak effect
on the expected temperature field. To further demonstrate the convergence of the spectral
representation, the differences (9Vo="!) — (9No=2) and (9No=2) — (9No=3) are displayed in
Fig. 9. The results show that, at least as far as the mean field is concerned, the first-order
expansion captures most of the effects of uncertainty. The difference (§Vo=2) — (9No=3) is
very small, indicating that the truncated terms have a weak impact on the mean temperature.

Figure 8 also shows that the mean temperature along the cold wall is higher than that
of #°. The opposite situation is reported along the hot wall, where the mean temperature
is lowered by the uncertainty. These changes are responsible for the improvement of the
global heat-transfer coefficient Nu. In addition, the mean temperature on the bottom of the
cavity is significantly lower than that of 6°; in the upper part of the cavity, the mean and
deterministic predictions are nearly equal. To explain these trends, one notes that the mean
clockwise flow circulation is not altered by the stochastic boundary conditions (as will be
shown later). So, on average, the fluid is traveling downward along the cold wall, where
it is affected by random temperature conditions. The random fluctuations are transported
across the cavity to the hot wall. As the fluid travels upward along the hot wall, uncertainty
is reduced due to diffusion, so that when reaching the upper part of the cavity, the fluid
temperature has lost most of its uncertainty, and its mean value is close to that of 0°. We
also observe that the deviation of the mean temperature field from 9° exhibits a complex
structure, with alternating signs, in the lower right quadrant, where the deviation from 6°
peaks. This pattern is closely correlated with the uncertainties in the velocity fields, as will
be further discussed.

Additional insight into the role of stochastic boundary conditions can be gained from
Fig. 10, which depicts the temperature standard deviation fields for No = 1, 2, and 3. The
results show that the standard deviation distribution has a structure similar to that of the
mean, with two layers parallel to the vertical walls and a horizontal stratified arrangement
from the bottom to the top of the cavity. The standard deviation vanishes on the hot wall,
where deterministic conditions are imposed, and reaches its maximum on the cold wall, with
values close to oy. This spatial distribution is consistent with the arguments just presented
regarding the role of circulation in driving the uncertainty.

Finally, in Fig. 11, it is shown that the expansions for No = 1, 2, and 3 provide essentially
the same estimate of the temperature standard deviation, with differences in the fourth
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oy = 0.25.

significant digit. These results also demonstrate the fast convergence rate of the spectral
expansion and the fact that in the present case a first-order expansion captures most of the
standard deviation.

Velocity field. As was done for the temperature distribution, we start by examining
the deviation of the mean velocity field from 1, which denotes the deterministic solu-
tion corresponding to the mean temperature condition (6. = —1/2). The mean velocity
fields corresponding to first-, second-, and third-order PC expansions will be denoted by
(uNo=1.2.3) 'respectively. For each case, we find that the deviation of the mean solution from

N021> _ 0

u® is small, and we consequently focus on the differences (u u’.
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FIG. 13. Velocity map of the difference (u"0=3) — (u¥0=2). Results are obtained with Ng;, = 6, L, = 1, and
o, = 0.25.

Figure 12a shows the distribution of (uNo=3y — 4° for a simulation with Nx;, = 6, L, = 1,
and oy = 0.25. The difference field exhibits three complex structures that lie in the lower
part of the cavity. While these structures resemble the recirculating eddies of the mean
flow, it should be emphasized that the velocity magnitudes have been scaled by a factor
of 10 compared to those in Fig. 3. Thus, with respect to #°, the mean field is significantly
perturbed in the regions occupied by these structures, but it is not actually recirculating.
This can be verified by inspecting the mean solution itself, depicted in Fig. 12b, using
the profiles of mean horizontal and mean vertical velocity. The profiles show that the
mean flow is not recirculating but that flow “reversal,” hence recirculation, in the lower
right corner is likely to occur. In this region, one observes large standard deviations and
low mean velocities, especially outside the boundary layers; this is indicative of large
sensitivity to the stochastic boundary conditions. This trend is consistent with earlier ob-
servations regarding the deviations 8 — (9No=!) which exhibited maxima at these same
locations.

To verify that the behavior of the stochastic solution is well represented, and consequently
that the previously mentioned trends are not an artifact of the method, we inspect in Fig. 13
the distribution of (#°o=3) — (u™o=2). The velocity map is generated with a scaling factor
thatis 10 times larger than that used in Fig. 12a. The results clearly demonstrate that there are
very small differences between the second- and third-order solutions and that both provide
accurate representations of the stochastic process.

Remarks. We close this section with two remarks regarding the ability of the spectral
representation to accurately reproduce individual events and regarding the CPU costs of the
spectral solution scheme.

Recall that the spectral representation relies on a weighted residual procedure to de-
termine the mode coefficients. This representation is the closest polynomial to the exact
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FIG. 14. Velocity map of the difference u"0=2(¢ = 0) — u°. Results are obtained with Ng, = 6, L, = 1, and
oy = 0.25.

response “surface” in the corresponding L, norm. Although optimal in this sense, the
PC representation does not guarantee that individual “realizations” are exactly interpo-
lated. However, our experiences indicate that when the PC representation is of sufficiently
high order, it can also be used to obtain highly accurate estimates of individual real-
izations. This quality is illustrated in Fig. 14, where we plot the difference between u’
and the second-order solution evaluated at & = 0, i.e., uNo=2 (¢ = 0). The figure is gen-
erated with a scaling factor 10 times larger than that used for the deterministic solution
of Fig. 3, demonstrating that the agreement between u’ and u™¥°=2(¢ = 0) is indeed very
good.

Regarding the performace of the spectral computations, we had anticipated earlier that the
CPU cost would scale linearly with P, with near unity coefficient. As shown in Fig. 15, this
behavior is in fact observed, and, together the spectral behavior of the errors in the spectral
approximation, can be used to guide the selection of a suitable stochastic discretization level
that properly balances accuracy and CPU cost.

7. MODE BEHAVIOR

In this section, we examine individual velocity and temperature modes in PC expansion.
For brevity, we restrict our attention to spectral predictions obtained with Ng;, = 4, No = 2,
L. = 1,and oy = 0.25. For this spectral resolution P = 14, giving a total of 15 modes. Thus,
we end up with a moderate number of velocity and temperature distributions, which are
analyzed in the following.

7.1. Velocity

Figure 16 provides vector maps for all the modes in the computations. Different scaling
factors are used to represent the various fields, as indicated in the labels. Note that the zeroth
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mesh size of 140 x 100 cells is used. Scaled CPU times are reported as a function of the largest polynomial
index P.

mode corresponds to the mean velocity field, which has been already studied in Section 6.2.
Thus, we shall focus on the higher modes.

The first-order velocity modes vx, k =1, ...,4, follow mode O in the first column
of Fig. 16. They correspond to the polynomial W, = &; for k =1, ..., Ngkp = 4. Thus,
these modes reflect the linear response of the stochastic velocity field to the correspond-
ing Karhunen-Loeve eigenfunctions appearing in Eq. (13) and plotted in Fig. 1. Note
that the first KL mode has a nearly uniform, positive value and that it exhibits a posi-
tive velocity along the cold wall and a negative velocity along the hot wall. This is not
surprising since, for & > 0, the first Karhunen—Loeve mode tends to decrease the tem-
perature difference between the two walls. However, the structure of u, is not similar to
that of uy. The two fields are governed by different dynamics, as shown in the Appendix,
where the governing equations are given for a first-order PC expansion. One observes
that the first mode is advected (and “stretched”) by the mean velocity (u() and not by u;.
This observation, which also applies for u,, u3, and u4, remains true for a second-order
expansion.

In the neighborhood of the cold wall, all the first-order velocity modes clearly reflect the
shape of the corresponding Karhunen—Lo¢ve mode. For instance, for u,, the velocity points
upward on the highest part of the cold wall and downward in its lowest part, as the associated
temperature perturbation is respectively positive and negative (Fig. 1). For u; and u,, the
velocity magnitudes are significant near all solid boundaries; on the other hand, for u3 and
uy, the velocity magnitudes are negligible on the hot wall. For the first-order modes, the
velocity magnitudes decrease with increasing mode index; note in particular that the scale
factor for uy is twice that of us. If a larger value for Nxp is used, the additional first-order
velocity fields are weaker than those retained, being localized near the cold boundary (not
shown). This trend is consistent with our earlier discussion of the weakening effects of the
higher frequency, random fluctuations.

The second-order velocity fields u;, k =5, ..., 14, are plotted in the center and right
columns of Fig. 16; the same scaling factor is used for these modes, allowing straightforward
comparison. Note that this scaling factor is 80 times larger than that of uy and 10 times
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larger than that of u4. Thus, the magnitudes of the second-order velocity fields are much
smaller than those of zeroth- and first-order modes. This rapid decay also reflects the rapid
convergence of the PC expansion.

The second-order velocity modes have very different patterns, some being only significant
along the cold wall and others affecting the entire cavity. Some of these structures can be
easily interpreted. For example. us, which corresponds to Ws = £ — 1, has a structure
similar to that of u;. For other modes, the structure of the corresponding velocity fields are
quite complex and difficult to interpret. It is interesting to note, however, that the velocity
fields involving the second KL mode (u¢, w9, u 9, and ) seem to have the most significant
magnitudes, suggesting that this mode has greater impact on the stochastic process than the
others. On the other hand, second-order polynomials associated with the fourth KL mode
appear to be very weak.

7.2. Temperature

Figure 17 shows contour plots of the temperature modes 6,k = 0, ..., 14. Since the
mean temperature field 6y has been analyzed earlier, we will focus on first- and second-
order modes.

The contours of the first mode, 0}, are similar to those of 6, even though the corresponding
values differ. This is not surprising since these two modes obey similar boundary conditions,
with 6y being subjected to a uniform Dirichlet condition on the cold wall, while 6, is nearly
uniform there. However, some differences between the distributions of #; and 6, can be
observed at the lower right corner of the cavity. These differences appear to be governed
by the circulation of the mean flow in the cavity. To appreciate this effect, we note that it
is the mean field uy which contributes to the transport of 6;; the heat flux associated with
u, which points upward near the cold wall, is dependent on the mean temperature field 6,
(see the Appendix). The role of the mean field in the transport of 6,, 65, and 6,4 can also be
appreciated from the corresponding contour plots. Note that 6,, 65, and 6, are very small
in the upper half of the cavity but have significant values in the lower part of the cavity
and/or in the vicinity of the cold wall. In particular, for 63 and 6, one observes fluctuations
of alternating sign that are localized near the cold boundary and that coincide with the shape
of the corresponding KL mode.

As for velocity, the second-order temperature modes are more difficult to interpret than
the first-order modes. The only structures that can be easily identified are the imposed cold-
wall distributions. The results indicate that significant mode coupling occurs, which can be
detected by inspecting the modes involving mixed products of the &;’s. For instance, for 6; a
second-order coupling between & and &3 is involved; this mode exhibits three distinct zones
along the cold wall, which reflect the shape of the third mode in the KL expansion. Apart
from such identifiable features, the second-order modes can have complex distributions,
some of which are localized in the lower part of the cavity, while others extend throughout
the domain.

Regarding the amplitude of the second-order modes, we note those modes involv-
ing & and &3, i.e., the second and third KL eigenfunctions, are dominant. Thus, not all
second-order modes contribute equally to the stochastic process. In general, however, the
second-order temperature modes are at least one order of magnitude lower than the first-
order modes. This is consistent with earlier observations regarding the convergence of the
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8. NONINTRUSIVE SPECTRAL PROJECTION

To verify the spectral computations of the previous section, a NISP approach is developed.
The starting point in NISP is the observation that the modes u; and 7; can be obtained by
projecting deterministic computations onto the PC basis. If (&) and T9(£) denote the
deterministic solution corresponding to a particular realization & = (§i, . .., &y, ), then the
polynomial coefficients are, by definition, given by

T d\Ifi o0 00 ; Nr 2 2
(@i, T) = (@, 7)) E/ dE, - - / dEy,, [(u’ T)d(g) (€ H exp(—§;/2)
- - ) i

(W; ;) o0 V27
(36)

8.1. Gauss—Hermite Quadrature

For moderate values of Nkp, our multidimensional integration can be efficiently per-
formed using Gauss—Hermite quadrature [30, 31]. Using n collocation points along each
“stochastic direction,” Eq. (36) can be approximated as

T = - - T d \Iji(xnl’ e x”NKL NKL 37
(uu l)_z Z(u’ ) ('xnl""’anKL) (\IJ\IJ) Hwnk’ ( )
ni=l1 ng =1
where (xx, wr),k =1,...,n, denote the one-dimensional GH integration points and

weights. The quadrature in (37) is exact when the integrand is a polynomial of degree
of 2n — 1 or less. Thus, the coefficients can be exactly estimated if the process is spanned
by polynomials of degree less than or equal to (2n — 1)/2. In this situation, the number
of deterministic realizations N4 required in the NISP approach for given Nxp and Ng is
Ng = (2No — )Mk Tt should be emphasized that for arbitrary N and No, Ny is always
greater than P, the number of polynomials in the spectral approach used here. Since the
CPU time in the spectral approach is approximately P times that of a deterministic solu-
tion, NISP is not as efficient as the spectral approach. Its main advantage, however, is that
it makes use of a deterministic solver without the need for any modifications and so is
“nonintrusive.”

NISP/GH computations are performed for a case with Nxp, = 4 and No = 2. We use
n = 3 andsoobtain Nq = 81 deterministic realizations for the corresponding GH quadrature
points. (In contrast, the intrusive spectral approach discussed previously has P = 14, for
a total of 15 modes.) Velocity and temperature modes obtained using NISP are plotted
in Figs. 18 and 19, respectively. The corresponding results obtained using the intrusive
spectral approach were given in Figs. 16 and 17 and have extensively discussed in the
previous section.

For the velocity fields, we find an excellent agreement between the intrusive spectral
results (Fig. 16) and the NISP predictions (Fig. 18) for the zeroth- and first-order modes.
For the second-order modes (u;, k = 5, ..., 14), small deviations are observed between the
two sets, but the primary structure of the modes is quite similar. These small deviations are
pronounced for coupled modes involving &, and &3; the deviations are substantially smaller
for the nonmixed quadratic modes. Despite these small deviations, the agreement between
the intrusive and NISP/GH predictions is very satisfactory.
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FIG.18. Velocity fields u, for N, = 4, obtained using NISP/GH predictions with Ny = 81. Note that different
scale factors apply on vector magnitudes. L, = 1 and o, = 0.25.
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Comparison of the temperature modes in Figs. 19 and 17 reveal trends similar to those
of the velocity modes. In particular, the zeroth- and first-order modes are in excellent
quantitative agreement, as can be appreciated by inspecting the maxima and minima reported
onindividual frames. These values also provide a good illustration of the deviations observed
in the second-order modes. Again the largest differences are observed for modes involving
mixed products. The small magnitude of these differences, compared to the characteristic
values of the first-order terms, is evident and should be emphasized.

The origin of deviations between intrusive and NISP/GH predictions can be traced to
the errors inherent in both approaches. These primarily consist of spectral truncation errors
in the intrusive approach and aliasing errors in the NISP predictions. Obviously, complete
agreement between NISP and spectral computations can only be achieved in the case of a
finite spectrum. Since we are presently dealing with second-order spectral representations,
agreement would occur if the third- and higher order modes vanish identically, which is
clearly not the case: the third-order terms are very small, but not identically vanishing.

To further examine these differences, we rely on the L, norms of the differences between
the same temperature modes in two different solutions, 7" and 7@, defined according to

2

1/
€ = [// (1" = 1) dx dy| . (38)

The indices i and k are selected so that ¥; in the PC expansion of TV referes to the same
polynomical ¥, in the polynomial expansion for 7. Obviously, i = k when T and T®
have the same number of KLL modes, Nkj..

We have first compared modal solutions obtained with intrusive spectral computations
using the same order PC expansion but different number of KL modes. In this case, the error
measure is only relevant for the modes that are shared in both representations, namely, those
belonging to the expansion having lower Nx; value. A sample of this exercise is shown
in Fig. 20, which shows the L, norm between temperature modes obtained using second-
order expansions with Nx; = 4 and 6. As is evident in the figure, the L, errors between the
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FIG. 20. L, norm of the difference in the common temperature modes obtained with intrusive spectral
calculations using Nx;. = 4 and Ng;. = 6. In both cases, a second-order PC expansion is used.
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FIG. 21. L, norms of differences in temperature modes obtained with intrusive spectral predictions using
second- and third-order PC expansions (+), and between predictions obtained using the second-order spectral and
second-order NISP/GH predictions (x). In all cases, Ny = 4.

modal solutions are very small, indicating a very good agreement between the predictions.
The same analysis was repeated with third-order PC expansions (not shown) and revealed
similar trends. This further supports earlier claims that for the present conditions Nk = 4
is sufficient for adequate representation of the stochastic boundary conditions.

Figure 21 shows the L, norm of the differences between the second-order and third-
order intrusive predictions and between second-order intrusive and second-order NISP/GH
results. In all cases, we use Nx;. = 4 and L, norms are shown for all 14 modes in the second-
order PC expansion. The results indicate that for all modes the L, norms are small, with
magnitudes falling below 10~3. In addition, the differences between second-order NISP and
intrusive predictions are comparable to corresponding deviations obtained using intrusive
spectral computations with No = 2 and 3. Thus, the deviations between the NISP/GH and
intrusive spectral predictions are of the same order as the spectral trunction errors in the
latter approach.

8.2. Latin Hypercube Sampling

As mentioned earlier, a Latin hypercube sampling approach is also applied to determine
PC mode distributions. LHS is a stratified sampling technique where the random variable
distributions are divided into equal probability intervals, and events are formed by randomly
selecting variables within each of these intervals [32]. LHS typically requires fewer samples
than simple pseudo-random sampling to reach the same degree of convergence, and a
uniform sampling of phase space is assured within the limits of the sample size. In the
computations, the DAKOTA toolkit [37-39] is used to generate the necessary samples of
the uncorrelated Gaussian variables appearing in the KL expansion. Individual realizations
are then projected onto the PC basis to determine the mode distributions.

NISP/LHS computations are performed for a case with Ngp, =6, L. =1, and oy =
0.25. The sampling tools in DAKOTA were used to generate a six-dimensional array of
uncorrelated normalized Gaussians. The convergence of the mode amplitudes and the mean

110



36 LE MAITRE ET AL.

0.4 - . . . . ,
* T
O ux500
AvVX15
X
03| * -
'C): A
(/)] *
* ¥ R s = e
><- ** * K K ***************
©
& A
0.2 | anb E
AAAAAAAAAAAAAAA
AA
AA
DD ADAA , A a oA 4
Oog o
0o, pooognPn2P0oionoon o o o o o
01 L 1 L L L | L
0 1000 2000 3000 4000

sample size

FIG. 22. Maximum standard deviation of temperature, u-velocity, and v-velocity over the computational
domain plotted vs the sample size. Note that the velocity standard deviations are scaled, as indicated in the legend.

Nusselt number were monitored as the number of realizations increased. An example of the
convergence diagnostics is given in Fig. 22, which shows the maximum standard deviation
for temperature and velocity in the entire domain as a function of the sample size. For the
present set of conditions, a sample of size of 4000 was deemed sufficient for the analysis,
even though statistics are evidently not fully converged, as can be appreciated from the figure.

In the following, we discuss results obtained from NISP/LHS computations in light of
the aforementioned NISP/GH results and the earlier “intrusive” spectral results. The spatial
distributions of PC modes of order <2 obtained using NISP/LHS (not shown) were first
compared with corresponding predictions obtained with second- and third-order intrusive
computations. The comparison reveals an excellent agreement for the mean and first-order
modes but noticeable quantitative and qualitative differences do occur in the second-order
modes. We briefly illustrate these differences by plotting in Fig. 23 the L, norm of the
differences between (i) the NISP/LHS results and the second-order intrusive predictions, and
(i1) the NISP/LHS results and third-order intrusive predictions; the L, norm of differences
between second- and third-order spectral predictions are also shown for comparison. As
observed earlier, the second- and third-order predictions are in excellent agreement with
each other, with L, norms falling below 1073, The differences between the NISP/LHS
and spectral predictions are also small, but the corresponding L, norms are about an order
of magnitude larger than those of differences between spectral predictions. It can also be
observed that the L, norms of differences between the NISP/LHS and intrusive predictions
are nearly the same for both second-order and third-order spectral expansions. This indicates
that the differences between NISP/LHS and spectral results are strongly affected by the
sampling errors in the NISP/LHS approach and that, although still small, these errors are
substantially larger than spectral truncation errors.
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FIG. 23. L, norm of differences in temperature modes obtained with intrusive spectral predictions using
second- and third-order PC expansions (4), intrusive second-order and NISP/LHS with 4000 realizations (x),
and intrusive third-order and NISP/LHS with 4000 realizations ([J). In all cases, Nx; = 6, and the comparison is
restricted to second-order modes.

Additional insight into the convergence of the NISP/LHS computations can be gained
from Fig. 24, which shows the L, norm of the differences in mode distributions between
the NISP/LHS and second-order intrusive results, as a function of the sample size. Plotted
in Fig. 24a are L, norms for the mean and first-order modes; results for modes 7-13 are
shown in Fig. 24b. Generally, the difference between NISP/LHS and spectral predictions
diminishes quickly, but a residual difference remains for all modes as the sample size
increases. The difference decays quicker for the mean and the first-order modes (Fig. 24a),
than for modes 7-13 (Fig. 24b). As can be observed in Fig. 23, the differences between
NISP/LHS and intrusive spectral predictions are such that L, norms corresponding to the
mean and first-order modes are comparable to or smaller than those corresponding to some
of the second-order modes. Since the latter are significantly weaker than the former, this
indicates that the NISP/LHS predictions of the higher order modes have large relative errors
and are not well converged. This also shows that the sampling errors in NISP/LHS are behind
the observed differences in the distributions of second-order modes.

9. UNCERTAINTY QUANTIFICATION

We conclude this study with a quantitative analysis of the effects of the stochastic bound-
ary conditions on heat transfer statistics within the cavity. We rely on spectral computations
using Nxp, = 6, No = 2, and a 140 x 100 computational grid. Results are obtained for
three different correlation lengths and standard deviations, namely, L. = 0.5, 1, and 2 and
oy = 0.125,0.25, and 0.5.

Computed values of Nu and o (Nu) are reported in Tables V and VI, respectively. Table V
provides the mean Nusselt number along with the difference Nu — Nu®, where Nu® denotes
the Nusselt number corresponding to the deterministic prediction with 6, = —1/2. The
results show that Nu is larger than Nu®. For fixed correlation length, Nu — Nu® increases
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FIG. 24. L, norm of differences in temperature modes obtained with second-order intrusive and NISP/LHS
predictions for different sample size: (a) modes 0-6, (b) modes 7—-13. In both approaches, N, = 6, L. = 1, and
o, = 0.25.

approximately as 0. In contrast, Nu exhibits as weaker dependence on L. This is not
surprising since, in the range considered, the eigenvalues A; of KL modes vary slowly with
the correlation length.

Unlike Nu, for fixed L. the standard deviation o (Nu) exhibits an approximately linear
dependence on oy, as shown in Table VI. Furthermore, compared with the mean, o (Nu)
exhibits a more pronounced dependence on I:IC‘I él“his trend is consistent with variations of
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TABLE V
Mean Nusselt Number for Different Values of L,
and oy with Ng;, = 6 and Ng = 2

Og

L. 0.125 0.25 0.5

Nu

0.5 8.902 8.967 9.228

1 8.904 8.974 9.268

2 8.905 8.977 9.293
Nu — Nu°

0.5 0.021 0.086 0.347

1 0.023 0.093 0.387

2 0.024 0.096 0.412

the KL mode amplitudes with the correlation length. As L. increases, the magnitude of the
first KL modes increases, and since these modes have a dominant impact on the uncertainty,
so does o (Nu).

Figure 25 depicts probability density functions (PDFs) of the Nusselt number computed
from the spectral solution. Figure 25a shows that the most likely value of Nu is not signif-
icantly affected by oy, showing a slight decrease as oy increases. On the other hand, the
skewness of the PDF increases with oy. In particular, for oy = 0.5, one observes a flatter
tail at high Nu values than for the lower values. These trends are consistent with earlier
results in Table V, which show that Nu — Nu, increases substantially as oy increases.

The effect of L. on the PDF of the Nusselt number is depicted in Fig. 25b for fixed
oy = 0.5. Consistent with the results of Table VI the PDF becomes wider as L. increases.
Besides this trend, L. appears to have a weak direct influence on the shape of the PDF.

Finally, we note that at oy = 0.5 the PDF can extend into the negative Nu range. This
indicates that in extreme situations, the “mean” temperature on the right vertical wall may
exceed the constant value on the left vertical wall, leading to a reversal of the circulation
within the cavity and in the wall heat transfer. While such extremes have low probability
and consequently make a small contribution to low-order statistics, they demonstrate the
capability of the present method of treating situations with large uncertainty. To illustrate
these large changes, we plot in Fig. 26 the velocity profiles across the cavity for fixed
L. =1 and three different standard deviations, oy = 0.125, 0.25, and 0.5. The length of
the “uncertainty” bars is proportional to 6 times the local standard deviation. Clearly, the

TABLE VI
Standard Deviation of the Nusselt Number for Different
Values of L. and oy with Ng;, = 6 and Ng = 2

o (Nu)
L. oy = 0.125 oy = 0.25 oy = 0.5
0.5 1.097 2.186 4.334
1 1.236 2.463 4.859
2 1.322 2.634 5.178
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uncertainty bars increase as oy increases. In particular, for oy = 0.5 the uncertainty bars
suggest that events with upward velocity near the cold wall become probable. In contrast,
one observes that the mean flow field is not strongly affected by oy.

10. CONCLUSIONS

In this paper, the SPM [1] has been generalized to account for stochastic input data
generated by a stochastic process. The Karhunen—Loeve expansion is used to represent
the stochastic input data. The dependence of the solution process on the random data is
expressed in terms of the polynomial chaos system and the coefficients of the solution are
determined using a weighted residual approach. The resulting stochastic formulation is in-
corporated into a finite-difference projection method, which results in an efficient stochastic
solver.

The properties of the stochastic solver are analyzed in light of computed results for natural
convection within a closed square cavity under stochastic temperature boundary conditions.
In particular, the setup is used to examine the convergence properties of the spectral un-
certainty representation scheme in terms of the number of KL. modes and the order of the
PC expansion. Computations are performed for a steady flow regime with Rayleigh num-
ber of 10°. For the selected conditions, the results indicate that the spectral representation
converges rapidly, providing accurate results for a second-order expansion using as few as
four KL modes. Numerical tests indicate that the CPU cost of the stochastic computations
is essentially proportional to the number of modes used in the spectral representration, thus
highlighting the efficiency of the stochastic model.

To verify the spectral predictions, stand-alone deterministic computations are performed
and are used in conjunction with “nonintrusive” spectral projection approaches. Two variants
of the NISP approach are implemented, one based on high-order Gauss—Hermite integra-
tion and the other on a Latin hypercube sampling strategy. Results obtained using Gauss
quadrature are in excellent agreement with the spectral predictions, showing very small
differences that are of the order of the spectral truncation errors. Predictions obtained using
the Latin hypercube sampling scheme are also in agreement with the spectral predictions
but exhibit differences that are an order of magnitude higher than those obtained using
Gauss—Hermite quadrature. The verification study underscores the efficiency of the spec-
tral computations, as the number of indepedent realizations needed to adequately represent
the stochastic process is substatially higher than the corresponding number of PC modes.
The analysis also shows that the nonintrusive approach based on Gauss—Hermite quadrature
can be significantly more attractive than that using Latin hypercube sampling, at least for
problems with a moderate number of stochastic dimensions.

The computations are used to quantify the effects of stochastic temperature conditions
on the global heat transfer characteristics within the cavity. The results indicate that the
mean Nusselt number, Nu, is generally larger than Nu°, the Nusselt number corresponding
to the mean (uniform) temperature profile. In particular, the difference Nu — Nu® is found
to increase quadratically with oy, the standard deviation of the stochastic temperature pro-
file, but shows a weak dependence on the correlation length L.. Meanwhile, the standard
deviation of the Nusselt number exhibits an approximately linear dependence on oy and a
more pronounced dependence on L. than the mean Nusselt number.

So far, implementations of SPM have been restricted to flow conditions having relatively
simple physical models, involving quadratic nonlinearities only. In other situations, more
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complex physical models may arise that involve higher order nonlinearities. These result
in additional computational challenges for the present approach, particularly regarding the
implementation of the Galerkin scheme. Extensions that address these challenges in the
context of chemically reacting flows are currently being developed.

APPENDIX

A first-order expansion gives a spectral basis involving a set of P 4+ 1 = Nk + 1 or-
thogonal polynomials:

‘~IJ()=1, ‘lJi:é'i forizl,...,NKLzP. (39)

The governing equations for the zeroth-order velocity and temperature modes are

%+§ui -Vu; = -Vpy+ %Vzuo, (40)
Nk
% N ; V. w6 = \/;_avzeo. (1)
Fork =1, ..., Nxv the governing equations can be expressed as
dui +uoVu, +uVug = —Vp + ivzuks (42)
at vRa
% L % (ol + wibo) = ——V0. (43)

ot v Ra

Meanwhile, continuity gives
V-u, =0, k=0,..., NxL. (44)
The velocity boundary conditions are given by
u(x,t) =0v¥x €02, VvVt and k=0,...., Nx., 45)

while the scaled temperature boundary conditions are

Go(x =0,y) = 1/2, Gpx = 1,y) = —1/2, (46)
Or(x =0,y) =0, Gx=1y)=VAfi(y) fork=1,...., NkL, 47)
and
36
8—k:0 fory=0,1 and k=0,...., Ng.. (48)
y

The first-order PC expansion thus leads to a set of Ngi + 1 coupled momentum and heat
equations and a set of Nki. + 1 decoupled divergence constraints.
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Abstract

Steady and unsteady diffusion equations, with stochastic diffusivity coefficient and forcing term, are modeled in two
dimensions by means of stochastic spectral representations. Problem data and solution variables are expanded using the
Polynomial Chaos system. The approach leads to a set of coupled problems for the stochastic modes. Spatial finite-
difference discretization of these coupled problems results in a large system of equations, whose dimension necessitates
the use of iterative approaches in order to obtain the solution within a reasonable computational time. To accelerate the
convergence of the iterative technique, a multigrid method, based on spatial coarsening, is implemented. Numerical
experiments show good scaling properties of the method, both with respect to the number of spatial grid points and the
stochastic resolution level.
© 2003 Elsevier B.V. All rights reserved.
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1. Introduction

Developments in the field of computational mechanics and physics are enabling the solution of in-
creasingly more realistic engineering problems. These advances take advantage of (i) enhanced computa-
tional capabilities—including parallel platforms and parallel techniques; (ii) elaborate models to handle
more physical effects with less approximation of the system dynamics; and (iii) the development of nu-
merical methods to reduce computational time and/or improve accuracy. As with many other fields, the
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field of computational stochastic mechanics has benefited from such recent developments, and reached a
level of maturity that allows for simulations that provide meaningful predictions to problems involving
uncertain data [36]. Computational stochastic mechanics is particularly attractive in engineering sciences
and physics, where the system to be analyzed can rarely be characterized exactly, while numerical methods
usually require deterministic inputs. The present work takes place in this context.

Uncertainties in simulations of mechanical systems can be related to an inexact knowledge of the system
geometry (e.g. [4,32]), boundary and initial conditions (e.g. [23,24,43]), external forcing (e.g. [18]), physical
properties, or model parameters. Uncertainties can sometimes be due to measurement difficulties or to the
intrinsic randomness of the processes, as in the case of heterogeneous media [14,15,29]. In order to deal with
these uncertainties, distinct computational strategies have emerged, including Monte Carlo simulations
(MCS) [25] and the integration of stochastic differential equations (SDE) [17,20], or a blend of the two. In
MCS, the response surface of the random process is estimated by computing the deterministic responses of
the system for a (large) set of distinct conditions that appropriately sample the uncertainty domain. In
contrast, integration of the SDE governing the system is usually more difficult than the correspond-
ing deterministic problem. Usually, integration of the SDE is achieved approximately, through statistical
linearizations, asymptotic expansions, perturbation methods or truncated spectral representations. In the
present study, uncertainty is taken into account by means of spectral expansions along the stochastic di-
mensions using Polynomial Chaos (PC) representations [5,42]. This representation is used to obtain a full
statistical characterization of the response, in contrast with the other cited approaches which are usually
limited to the very first statistical moments. Moreover, the spectral representation is now well established.
Over the last few years, this technique has been successfully applied in various settings, including both solid
and fluid mechanics [14,18,19,21,23,24,26,28,29,33,36-38].

In this work, we focus on a ““generic’ diffusion problem for a quantity u, with a random, spatially vary-
ing isotropic diffusion coefficient 4, inside a two-dimensional domain D. The general form of the govern-
ing equation for this problem can be expressed as:

Ou(x,t,0)
* ot

where o = 0, 1 in the steady and unsteady cases, respectively, s is a given stochastic source term, and 0(w)
denotes the stochastic character of the solution. The formulation is completed by specifying boundary
conditions for u (generally Neumann or Dirichlet conditions), as well as an initial condition in the unsteady
case. The elliptic form of Eq. (1) has been thoroughly analyzed from the mathematical point of view; see for
instance [3,7,20,40].

Our current interest in an efficient solution method for Eq. (1) comes from the simulation of reacting
electrochemical microchannel flow [9], where the steady form of the equation governs the electric field.
There, u is the electrostatic field potential, 4 is the electrical conductivity, and s is the charge accumulation
due to diffusion of dissociated species (ions). A and s are expressed as:

L=F ZZ?.“icia s = FZZiV -(DiVey), (2)

where F is the Faraday constant, z;, y,, D; and ¢; are the charge number, electrophoretic mobility, molar
diffusivity and molar concentration of the species i respectively [35]. Eq. (1) becomes stochastic whenever A,
s or the initial/boundary conditions on u are uncertain. In addition to this specific example, Eq. (1) appears,
by itself or as part of a larger system, in the formulation of many problems involving gradient diffusion
processes [9,19-21,23,26,33,37], as well as a variety of problems such as 1D-linear elasticity problems [10]
and electromagnetism [38]. Therefore, an abstract study in a broader context than electrochemical flow is
well justified.

A major difficulty in the solution of Eq. (1) concerns the representation of the stochastic diffusivity and
source fields, and of the solution itself. As stated before, we will make use of spectral representations [17]

= V- [Ax,1,0)Vu(x,1,0)] + s(x,1,0), (1)
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for this purpose. For brevity, but without loss of generality, the diffusivity field will be represented in terms
of the Karhunen-Loeve (KL) expansion, which is assumed to be known. Following the discussion above,
this enables us to avoid describing the auxiliary problem of explicitly modeling the uncertainty in 4, and
consequently focus our attention on the solution for u, which is sought in terms of its PC representation
[17,20,36]. While the source term s may also be given in terms of a KL representation or more generally by
a PC expansion, we will restrict our attention in the numerical tests to the case where s =0, i.e. to the
homogeneous form of Eq. (1). For the purpose of the present construction, this enables us to avoid un-
necessary details associated with setting up a stochastic source field. Both of these restrictions, however,
can be easily relaxed within the framework of the construction.

One potential drawback of the spectral approach is that the size of the system of equations that needs to
be solved grows rapidly as the number of stochastic dimensions increases. Specifically, the size of the
stochastic system scales with the number of spectral-expansion modes retained in the computation, which
increases rapidly with the number of dimensions and with the order of the expansion. Furthermore, since
the equations governing the uncertainty modes are generally coupled, the CPU time needed to solve the
stochastic system can increase rapidly with system size. This poses a serious computational challenge, which
requires the development of efficient solvers [30,31,34]. The present study specifically aims at this objective,
in the context of the generic formulation given in Eq. (1). Specifically, we describe the adaptation of a
(deterministic) multigrid (MG) technique [41] for the solution of the system of equations arising from the
finite-difference discretization of the spectral representation of the stochastic diffusion equation.

This paper is organized as follows. In Section 2, we recall the basic concepts and properties of the PC
expansion of a stochastic process. Using these concepts, the stochastic spectral formulation of Eq. (1) is
derived in Section 3 and the difficulties inherent to the solution of the spectral equations are discussed.
Next, the finite-difference discretization of the stochastic system is introduced (Section 4), and an iterative
technique is proposed to solve the resulting set of equations. In Section 5, a multigrid technique, based on
spatial coarsening, is developed to improve the convergence rate of the previous iterative method. The
multigrid algorithm is applied to selected test problems in Section 6, and the tests are used to examine its
efficiency and scalability properties. Major findings are summarized in Section 7.

2. Polynomial Chaos representation
2.1. Spectral representation

In this section, the spectral representation of the stochastic process u(x, z, 0) by means of the PC system is
introduced. We consider the case where the uncertainty is due to a set of N independent (uncorrelated)
stochastic parameters. The problem is then said to possess N stochastic dimensions, denoted by &;,..., &y,
which are considered as generators of new dimensions (in addition to the space and time dimensions) in the
solution process. Thus we have 0 = {¢&,,...¢y}. Noting that u is a non-linear functional of its stochastic
argument 0, it is natural to look for an orthogonal expansion of u in terms of the random variables &,
i=1,...,N. This idea has lead to the concepts of homogeneous chaos and of PC expansions [5,17,42], in
the case of Gaussian variables. The case of non-Gaussian measures is discussed in [12,13], but will not be
considered here.

The dependence of u(x,¢,0) on its stochastic arguments is approximated with the following truncated
expansion:

P

u(x,1,0) = " w(x, 1) Vi(0), (3)

k=0
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where u, are deterministic coefficients and {¥,..., ¥»} is a (truncated) orthogonal basis consisting of
multidimensional Hermite polynomials in &;. The truncation is such that the degree of the polynomials is at
most equal to Ny, the order of the expansion. The total number of modes, P + 1, depends on N and N,,
according to [8]:

(N + Np)!

Pil=
+ NING!

(4)

The orthogonality of the spectral basis { ¥,k = 0,...,P} on which u is expanded is defined with respect to
the inner product:

() = [ [ OO sl e, (5)

where
/2
V27

is the Gaussian measure. Since 0 is a Gaussian vector, inner products (Eq. (5)) and higher moments can be
efficiently computed using moment formulas [22], based on a straightforward generalization of Gauss
quadrature in one spatial dimension [1].

g(¢) =

(6)

2.2. PC expansions of field variables

In general, all field variables may exhibit a stochastic character and should therefore be represented with
PC expansions. In particular, the diffusivity and source fields can be expressed as:

xt@ Zikxt‘l’k xt@ Zskxt‘l’k (7)

respectively. Clearly, if A and s are deterministic, then all modes with index £ > 0 vanish identically. When
this is not the case, the solution process # immediately admits a stochastic character, even when the
boundary and, if relevant, initial conditions are deterministic.

The formulation above is quite general, and enables us to accommodate situations where the initial and
boundary conditions on u, the diffusivity field, 4, and source field, s, are all uncertain. While the general case
may be of interest, its treatment would require a detailed analysis of the source of uncertainty, which would
distract from the present objective. Thus, in order to limit the scope of the simulations, while at the same
time provide a meaningful test to the solver below, we restrict our attention to the case of a random dif-
fusivity, deterministic boundary conditions, and vanishing source field. The diffusivity 4 is assumed to be
given by a Gaussian process with an exponentially decaying covariance function:

[l — x|

C N = g2 —
(x,x') = g exp I

(®)

where L. is the correlation length and ¢; is the standard deviation. We then use KL expansion [16,27] to
express A(x) as:

A(x) _A+§:V@Qk Vs, 9)

where 4 is the mean value, ¢, are uncorrelated Gaussian variables with zero mean and unit variance, while
B, and 4, are, respectively, the eigenvalues and eigenfunctions appearing in the spectral representation of C:
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C(x,x') = iﬂkik(x)ik(x'). (10)

Note that, in general, 2 may vary in space, but we shall restrict our attention in the computations below to
the case of a uniform mean value.

In the computations below, the eigenvalues and eigenfunctions are obtained with the Galerkin procedure
described in [14-16]. The eigenvalues, all positive, are arranged in decreasing magnitude, and the KL ex-
pansion is truncated after the first N terms. Also note that the first N Polynomial Chaoses coincide with the
normalized Gaussian variables &, i.e. ¥, (0) = & fork = 1,... N. Thus, the KL representation of 1 can be
formally viewed as a special case of a PC representation (Eq. (7)) in which polynomials of degree larger
than one have vanishing coefficient. Different cases are considered by varying ¢; and L., and analyzing their
effect on the performance of the solver.

3. Continuous formulation and time discretization
3.1. Stochastic spectral diffusion equation

Introducing the PC expansions of the diffusivity, source and solution fields into the diffusion equation
(1), one gets:

Pu
'3y S, -

k=0 li

Y Y,V - [A(x,8)Vu, (x,1)] + Y Si(x,0) Py (11)
> >

P
=0 m=0 k=0

Then, multiplying this equation by ¥;, evaluating its expectation and taking into account the orthogonality
of the PC basis, we obtain:

duy(x,t
“u(j)

P P
5 =N MV - [, )V (x,0)] + s:(x,1)  for i =0,...,P. (12)
=0

li m=0
The multiplication tensor

_ (W)
M iy = A (13)
is independent of the solution, and is therefore computed and stored during a pre-processing stage. A multi-
dimensional Gauss-quadrature approach [22] is used for this purpose. The tensor .# is sparse with a
structure that depends on the order of the PC expansion and on the number of stochastic dimensions. The
sparse nature of .# comes from the fact that many of the triple products ¥;¥;¥, have vanishing expec-
tation. For instance, due to orthogonality (¥ ¥,;¥;) = 5[,j<‘l’f>. Also note that the triple product ¥;¥;¥,
can be written as the product of 1D polynomials, according to:

N
WP ) = [ P&, (14)

where pf; (&,) is a triple product of 1D Hermite polynomials. Thus, in order for (¥;¥;¥) to vanish, it is
sufﬁcwnt that only one p! 7 has vanishing expectation. On the other hand, .Z is generally not diagonal
(except for Ny = 0), Wthh leads to coupling between the u; modes. An immediate consequence of this
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coupling is an increase in the size of the resulting system of equations to be solved, compared to the de-
terministic case.

For unsteady problems, the use of an explicit time integration scheme for Eq. (12), as proposed in [23] in
the context of the Navier—Stokes equations, leads to a simple algorithm that requires direct evaluation of
the coupling terms. The use of explicit time-schemes has shown its efficiency for transient computations, but
explicit stability restrictions on the time step can prove prohibitive on fine grids. For steady-state problems,
a pseudo-transient approach may also be conceived, but in this case as well stability restrictions may lead to
poor computational efficiency. Consequently, the development of an efficient numerical solver for the
coupled system of equations is needed. This approach is adopted in the development below.

3.2. Boundary and initial conditions

Boundary conditions, and, when relevant, initial conditions, are needed to solve Eq. (12). These are also
implemented in a “weak sense”, i.e. the boundary conditions are also projected onto the PC basis, leading
to explicit conditions for each of the u,’s. As noted in the introduction, the boundary conditions in the
present study can be either of the Neumann or Dirichlet type. For brevity, we assume here that the
boundary conditions are deterministic; an example of the use of uncertain boundary conditions is given in
[24]. Denoting by 0Dp and 0Dy the part of the boundaries of D where Dirichlet and Neumann conditions
apply, respectively, the boundary conditions for all modes are given by:

uo(x,t) = uP(x,1), uienp/(x,1) =0 Vx € 0Dp, (15)

au() auk

o (x,1) = g (x,1), a—(x,t) =0, k=1,...,P Vx € 0Dy, (16)
n

where n denotes the direction normal to the boundary.
Note that for steady problems involving only Neumann conditions, the modes of the source field must
satisfy the integral constraints

P
/sk(x)dx:/ Zeﬂklo/ﬂL]gJOVdS for k = 1,...,P. (17)
D B

D /=0

Here, ds is the surface element along 0D. For unsteady problems, an initial condition for u is required. This
initial condition may be deterministic or uncertain. In the former case, we have

up(x,t =0) = u)(x), w(x,t=0)=0, fork=1,...,P. (18)
On the other hand, when the initial condition is uncertain, initial conditions for all the modes u; need to be

specified.

3.3. Implicit time discretization

A simple, generic, example of an implicit time integration method is the Euler backward scheme, whose
application to Eq. (12) results in the following semi-discrete form:

P P
LIS n+1 n+17 _ n+l o«
G =DtV - U oV = s () (19)

where At is the time step and the superscripts refer to the time level. In the following, the dependence of A
and s on time is dropped, since these fields are assumed to be given.
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4. Finite-difference discretization
4.1. Spatial discretization
Let D = [0, L] x [0, H] be a rectangular domain discretized in a set of Nx x Ny non-overlapping cells with

uniform size Ax = L/Nx and Ay = H /Ny in the x- and y-directions. We denote by (@), , fori=1,...,Nx
and j = 1,..., Ny the cell-averaged value of &, so that

x)dxdy, 20
’J AXA)’A 1)m/(, DAy 4 (20)

where @ stands for any of the field variables u;, 4; and s;. Using this convention, we rely on the following
centered, second-order spatial discretization of Eq. (19):

bl n+1 _ n+1
o ;1+1 Yy )°l Hrlj (/Ll)i.j (um )i+l.j (um ij
AN 3) SR/ 3 A

=0 m=0
- (}L/)Lj hl (;L/)Fl‘j (u:jl)"'f _ (u:l':rl)ifl-j + (A1) + (), (u7n+1)i.j+l - (qul)i.j
2 Ax2 3 A
(/Ll) + (/L[)z i—1 (”Zjl)i; - (“21“)1: i—1 n o n
5 J J G J = (Sk+l)[_j + A7 (uk)l.‘j, k=0,...,P. (21)

The above equation can be re-cast in the following generic form:

Z Z %klm |: W)lj Z:Fl)lJrlj (El)i,j<u:ln+l)t 1j + (Nl) ( iit+l)i,j+l

=0 m=0
S+ (), >] (), k=0.....P (22)

which shows that a linear system of N, x N, x (P + 1) equations must be solved in order to advance the
solution by one time step. Of course, in the steady case this system is solved only once, and the superscripts
indicating the time level are no longer needed.

4.1.1. Treatment of boundary conditions

Both Dirichlet and Neumann conditions are implemented using ghost cell techniques. For the case of
Dirichlet condition, a ghost cell is introduced at the mirror image with respect to the boundary point of the
neighboring interior cell. The value of the solution at the ghost cell is then determined by linearly ex-
trapolating the solution from the interior, leading to a linear combination of the known value at the
boundary and the neighboring interior node. Using this relationship, the ghost variables are then eliminated
from the equation system. A similar approach is used in the case of a Neumann condition, based on ex-
pressing the known value of the normal derivative in terms of a second-order centered difference formula
involving the solution at the neighboring internal node and the corresponding ghost node. The resulting
relationship is then substituted into the equation system in order to eliminate the ghost variable. This
approach results in a modified system of the form

P P
Z Z M im |:(VVl)i,j(uZ1+l)i+l,j + (E/)[,j(uy—l)ifl,j + (N/)[,j(uzj_l)i.j+l

1=0 m=0
+ (S )y + (CH )| = (23)

where the tildes are used to indicate the modified values after implementation of the boundary conditions.
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4.2. Iterative method

Since the size of system (23) is large for most applications, iterative solution methods are preferred over
direct schemes. In this work, Gauss—Seidel iterations are used [39].

4.2.1. Outer iterations

Let us denote by (i,);; the estimate of (u,'), ; after the ou-th Gauss—Seidel iteration. This estimate can
be computed by applylng the following algorithm, called outer iterations, in contrast with the inner iter-
ations described later:

e Loop on ou (Gauss—Seidel index)
oFori=1toN,, do
For j=1to N,, do

Find (zlk)?”{ such that:

P P _ | P P _ |
DDl CHy @) = (=D Zﬂ[ ()21 + (B0, (i)}
=0 m=0 =0 m=0

(W), (), + <§z>i,,<am>z;ff:}

End of loop on j
o End of loop on i
e End of loop on ou

Thus,
P

P
(Re):; )i = (O ,07 Z Zﬂklm C l](ﬁm)
=0 m=0

is the local residual of Eq. (24), for the £th mode, at the ou-th Gauss—Seidel iteration.

4.2.2. Inner iterations
For each point in space, Eq. (24) can be rewritten in vector form as:

S Moy (C)) ... S Mop(C)) (i10) ™" (Q0)™
- s Y Y N (25)
St Mpi(Cr) ... S M (Cr) (itp)™""! (0p)™

where the grid-point indices have been dropped for clarity. Thus, at this stage, one has to solve a system of
P + 1 equations to compute (#—o, p) ! from Eq. (24). A standard relaxation method (SOR) [39] is em-

ployed for this purpose. Denoting by o the over-relaxation parameter, and by [4y,] the system matrix
corresponding to (25), the iterations are performed according to:

e Loop over in (SOR index)

oDok=0,...,P
Compute a new estimate of (#;) solution of Eq. (25) using

(ﬁk)inJrl = (1 - w)(ak)in +A£kk ((Qk)in - iAk’" m+1 Z Ak’” U ) (26)

m=k+1
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o End of loop over %.
e End of loop over in.

Note that for convenience, the Gauss—Seidel index ou has been dropped in Eq. (26).

Remark. The above decomposition of the iterative scheme into outer and inner loops may appear artificial,
since a global iteration on the three-dimensional system for (1), ; could be constructed. However, in view
of the implementation of the multigrid scheme, which is based on spatial coarsening, it is found more
convenient to clearly distinguish the inner iterations—which locally update the spectral coefficients of the
solution, from the outer iterations—which account for the spatial coupling. In addition, computational
tests (not shown) indicate that the convergence of the outer GS iteration is greatly improved when a more
accurate estimate of the exact solution of Eq. (25) is used.

4.3. Convergence of the iterative scheme

The efficiency of the overall iterative method proposed above is estimated through the convergence rate
of ()™ towards (x)"*', as the number of iterations ou increases. This convergence rate depends on the
spectral radius of the system (23). Since .#,,, does not depend on the solution variables or parameters, the
spectral radius is only a function of the stochastic diffusivity field A(x, 0), of the time-step At (if relevant),
and of Ax and Ay. For the deterministic problem (P = 0), it is known that (1), , > 0 for all 7, j is necessary to
ensure convergence, and that the convergence rate deteriorates when a/A¢ decreases. In the stochastic case,
the positivity of /;; is not ensured for all possible realizations. On the other hand, the numerical experiences
in Section 6 indicate that the iterations converge when the coefficient of variation (COV), 4, /4, is sufficient
small. As COV increases, the convergence rate of the present iterative scheme deteriorates; convergence
fails above a critical value. These experiences appear to be consistent with the theoretical results in [2],
where uniformly distributed random variables were used to ensure positivity. In the latter case, it is shown
[2] that when COV is small, the solution exists and may be obtained by successive approximation.

The measure of convergence is obtained through the L>-norm of the residual for a given mode / which is
expressed as:

N Ny 1/2
N = {Z Z [(Rl)i,j]zAXAy} ‘ (27)

J

The convergence of the iterative method will be further analyzed in Section 6 by monitoring the evolution
of the maximum (over all modes) normalized residual:

. max; [A"(p)]
o max; L/V[([] = 0)]

where the index p refers to the number of MG cycles.

(28)

5. Multigrid acceleration

It is known from the analysis of deterministic diffusion equations that the convergence rate is a function
of spatial frequencies. Specifically, the longest wavelengths exhibit the lowest convergence rate, while short
scales converge faster. To improve convergence, acceleration techniques based on spatial coarsening have
been proposed in the literature [6,11,41]. In the present work, we develop a multigrid technique for the
stochastic case.
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The basic idea of the multigrid technique is to treat the modes with low spatial frequencies on coarser
grids, since fine spatial resolution is not required for these modes. The gain of the method is due to the
faster convergence of the long-wave modes on the coarser grids, as well as the lower CPU cost of the
corresponding iterations. Since multigrid methods are widely used, we will just recall the main ingredients
of the approach, namely (i) the definition of the grid levels, (ii) the projection step and (iii) the prolongation
procedure.

5.1. Definition of grid levels

Thanks to the regular structure of the computational grid, the coarsening is made by merging a set of
neighboring grid cells to give a single cell on the next (coarser) grid level. This leads to a hierarchical set of
grids. In the current implementation, a coarsening step consists of merging four cells (two in each direction)
with surface areas Ax* x Ay* each, to obtain a child cell with surface area Ax**! x Ay**! = 4AxF x Ay*, the
superscripts denoting the respective grid levels. Thus, starting from a grid level k, made of Nx* x Ny* cells,
the next grid level contains Nxf*! x Nyft1 = (Nx* x Ny¥)/4 cells. Clearly, this process can be repeated as
long as Nx* and Ny* are even numbers. Whenever one of the number of cells in a direction is odd, the
coarsening automatically switches to a one-dimensional coarsening procedure in which only two cells are
merged to make a child cell. This procedure is illustrated in Fig. 1, where the successive grid levels are
plotted. Clearly the procedure is optimal when Nx and Ny are powers of 2.

5.2. Projection and prolongation procedures

On the finest grid level, a small number N,, of outer iterations is first performed. This provides ap-
proximate solutions (ﬁm)fv] with residuals (Rm)fvl These residuals are then projected onto the next coarser
grid, where problem (23) is considered, with (Rm)fvl as the right-hand side (in lieu of (f;), ), and with the
same but homogeneous boundary conditions. (In other words, on the coarser grids, the residual equation is
solved.) To do so, one has to provide an estimate of (1) and (R,,) on consecutive grid levels. This is achieved
by averaging their respective values over the parent cells as illustrated in the left scheme of Fig. 2a.

On the new grid level, a few outer iterations are performed, following the same methodology, to obtain
an approximate solution and a residual. The projection process is repeated until the last grid level is
reached. Then, from the coarser grid level, where an estimate solution for the residual equation has been
obtained, it is first transferred to the previous grid level through a prolongation procedure and then used to
correct the solution on that finer grid level. In the current implementation, this is achieved by summing the
cell averaged solution at level £ with the solution of its parent cell, as shown in Fig. 2b. When the solution
has been prolongated onto level £ — 1, a few outer iterations are performed (smoothing step) the process is
repeated until the initial, fine, grid is reached.

5.3. Multigrid cycles

Starting from the original grid, the application of successive projections up to the coarsest grid level,
followed by successive prolongations up to the starting grid, is referred to as a cycle. Different kinds of
cycles may be used [41], according to the excursion path along the grid levels. For instance, the so-called W-
cycles have been designed to improve the convergence rate of the multigrid method, and many other ex-
amples can be found in the literature. Since our objective here is simply to develop a multigrid methodology
for stochastic diffusion equations, we have limited ourselves to the simplest case of the V'-cycle as described
above. Moreover, we use a constant number of Gauss—Seidel iterations, denoted N,,, on every grid-level,
after every projection or prolongation step.
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Fig. 1. Example of grid coarsening used for the multigrid method. The base grid consists of 32 x 256 cells (top left). The mesh is first
coarsened by merging four (two in each direction) cells to form a coarser child cell. When the number of cells in one direction is odd,
the coarsening process switches to 1D merging as in the last three grid levels.

ij+1 i+1,j+1 .. vl el il k| ielesn il k
ij+ ij+ " i+1j+1_ i+1j+1 k.|
= (R'+ R u's Ut ug (U E U g
k.l
i+1,j i+1,j+1 u
i,j i+, +R +R )/4 ¢ B B .
R R > ij ij k1 i+1j i+l k1
u'= u+ug = u,
b
a N .
(@) Projection (b) Prolongation

Fig. 2. Illustration of the (a) projection and (b) prolongation procedures to transfer data between two successive grid levels. In the
projection step, the residual on a given grid is transferred to the next (coarser) grid level by spatial averaging. The same methodology is
used to transfer the diffusivity data. For the prolongation of the solution from one grid level to the next (finer) one, simple addition is
used.

5.4. Implementation of the multigrid scheme
Implementation of the MG scheme is now summarized as follows:

(1) Initialization:
e Determine spectral basis, compute and store the multiplication tensor ./Z.
e Compute the KL decomposition of the 4. (Alternatively the PC expansion of / is imported (e.g. [8]) or
set by the user.)
e Determine the system coefficients for all grid levels:
For ig=1,...,Ng
o Determine the grid properties: Ax® = 28~ 1Ax, Ay’® = 24 1Ay, Nx'¢ = Nx/2%~1, Ny = Ny/2%¢"1,
o Compute the cell averaged diffusion field (i,)f/., fori=1,... Nx¢ j=1,...,Ny*
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o Using Egs. (21) and (22), determine the system coefficients (C¥)* 5 (E e % (W) % (N, e %> and (S,)
o Compute and store the modified system coefficients accounting for the boundary condltlons
(Ck)ig/’ ( ),,a (VVI)I]’ ( )1/’ (Sl)u>
End of loop over ig
¢ Initialize solution.

(2) Loop over time index n:
(a) Compute the right-hand side of system (23) on the first grid level: (fk )’g h

(b) Initialize solution on the first grid level: (u )f’; ! = (), -
(c) Beginning of V-cycle
For ig=1,...,Ng (coarsening)
o If ig > 1 then initialize the solution (i) to zero.
e OQOuter loop:
For ou=1,...,Nou
o Loop over spatial indices
Fori=1,...,N®
For j=1,...,N¥
Using Eq. (24), compute the right-hand side of Eq. (25).
Inner loop
For in=1,...,Nin
Loop over mode index
Fork=0,...,P .
Apply Eq. (26) to (@),
End of loop over k
End of loop over in
End of loop over i, J
End of loop over ou

o If ig < Ng, then
o Compute the local residual (Rk) of Eq. (23) on the current grid level.
o Project the local residuals to compute the right-hand side of Eq. (23) at the next grid level

ig + 1, i.e. determine ( k)lg+1

End of loop over ig
For ig =Ng—1,...,1 (refinement)
e Update solution (i) through the prolongation of (i )*™".
¢ Outer loop:
For ou=1,...,Nou
o Loop over spatial indices
Fori=1,...,N®
For j=1,. N’g
Using Eq (24) compute the right-hand side of Eq. (25).
Inner loop
For in=1,...,Nin
Loop over mode index
Fork=0,...,P .
Apply Eq. (26) to (i)},
End of loop over k
End of loop over in
End of loop over i, j
End of loop over ou

131



O.P. Le Muaitre et al. | Comput. Methods Appl. Mech. Engrg. 192 (2003) 4723-4744 4735

End of loop over ig
Compute local residual (Rk)i,j of Eq. (23) on the first grid level. If one of the norms ./7; from Eq.
(27) is greater than the prescribed threshold, then a new V-cycle is performed starting from (c).
(d) Determine the solution: (ﬁ,’l“)i‘j = (ﬁk)jf”].:l, fori=1,...,Nx,j=1,...,Nvand k=1,...,P.
(3) End of time loop

6. Results

We now present test results that show the behavior and convergence properties of the multigrid method.
For the test cases below, we set « = 0 and study the stochastic diffusion in a square domain, with unit edge-
length and with no source term (s = 0). Deterministic boundary conditions are used with Dirichlet con-
ditions on x = 0 (where u = 1) and x = 1 (where u = 0), and homogeneous Neumann boundary conditions
for the y = 0 and y = 1 edges. As stated previously, the spatially dependent diffusivity field is modeled using
a truncated KL expansion involving N modes. It is characterized by its variance, coefficient of variation,
and correlation length. To analyze the performance of the scheme, we monitor the evolution of the
maximum (over all the modes) of the L?>-norms of the normalized residuals, more specifically the decay of
the peak residual as the number of multigrid cycles increases.

6.1. Multigrid acceleration

6.1.1. Dependence on grid size

We start by examining the dependence of the convergence rate on the number of points involved in the
spatial discretization. To this end, the COV of the diffusivity field is set to 0.1, with a normalized correlation
length L, = 5. A KL expansion with 5 modes is used (i.e. N = 5), together with a second-order PC ex-
pansion (N, = 2). With these parameters, P = 20 and so the total number of modes equals 21. The mul-
tigrid parameters are selected as follows: N,, = N;, = 3 and w = 1.5. The computations are performed for
the spatial discretizations of Nx = Ny = 16, 32, 64 and 128; the corresponding number of grid levels are
Ng =4, 5, 6 and 7. For each, the maximum normalized residual is plotted against cycle number in Fig. 3.

These results clearly show the quasi-independence of the convergence rate with respect to the spatial
discretization. There is a very weak improvement in the convergence rate at the lower values of Nx and Ny,
which may be attributed to the lack of resolution in the representation of the KL modes on the coarser
meshes. This claim is supported by the observation that the convergence rate tends to be grid-size inde-
pendent when Nx and Ny increase. The weak dependence of the convergence rate on the grid size also
highlights the excellent scalability of the method concerning the spatial discretization, as the CPU time
scales roughly as Nx x Ny. Note that the relaxation parameter, w, and number of inner and outer iterations,
N,, and N,,, have been selected based on systematic tests (not shown) to determine their optimal value.
While further refinement of these parameters may be possible, these values will be kept the same for the
remaining cases below, unless explicitly stated.

6.1.2. Effect of grid levels on MG acceleration

Fig. 4 shows the evolution of the peak normalized residual with the number of cycles for a fixed grid with
Nx = Ny = 32. Results obtained for different numbers of grid levels in the V-cycles are shown, namely
Ng=1,2,3,4and5.

The results clearly show the effect of MG acceleration with increasing number of grid levels. The setting
N, =1 corresponds to the Gauss—Seidel iteration, applied to the initial system of equations with no
coarsening. Thus, after the first V-cycle (that is 2N,, = 6 GS iterations) the short-scales in the residual
(mostly related to the Dirichlet boundary conditions) have been reduced and the convergence rate falls
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Fig. 3. Convergence of the iterative scheme for different spatial discretizations: Nx = Ny = 16, 32, 64 and 128. The corresponding
number of grid levels are Ng =4, 5, 6 and 7. COV=0.1, L. =5, N=5,Ny=2(P=20), v =15 N,, =N,, = 3.
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Fig. 4. Convergence of the iterative scheme for Nx = Ny =32and Ng=1,2,3,4and 5. COV=0.1, L, =1, N =10, Ny = 2 (P = 695),
w=1.5 N, =N, =3.

dramatically. This clearly illustrates the lower convergence rate of the larger length scales. When the
number of grid levels is increased to N, = 2 the convergence rate is slightly improved, but the iterative
method is still inefficient. In fact, the first significant improvement is reported for N, = 3, where one ob-
serves a residual reduction factor per V-cycle of approximately 0.78. With N, = 4, the convergence rate is
much larger, as the residual reduction factor per V-cycle is approximately 0.2. As expected, the largest
convergence rate is observed for N, = 5, with a residual reduction factor close to 0.1. These tests show that
the discretization parameters Nx and Ny should be selected, to the extent possible, so that the coarsest grid
level has a minimum number of cells in each direction. Note, in particular, that the large improvement in
convergence rate between N, = 3 and N, = 5 is achieved at a very low additional CPU cost, since the fourth
and last grid levels only involve 16 and 4 cells respectively.
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Fig. 5. Peak normalized residual versus cycle number: (a) first-order PC expansion with N = 10, 20, 30, 50 and 80; (b) second-order PC
expansion with N = 10 (P = 65), 15 (P = 135) and 20 (P = 230). In both cases, Nx =Ny =32, L. =1, N,, = N,, = 3, and w = 1.5.

6.2. Influence of stochastic representation parameters

The behavior of the MG scheme is now investigated in terms of the stochastic representation parameters,
namely the number, N, of KL modes used in the representation of the stochastic diffusivity field, and the
order, Ny, of the PC expansion. In the tests below, the spatial discretization parameters are held fixed, as are
the over-relaxation parameter, w = 1.5, the number of grid levels, Ng = 5, and the number of iterations
performed on each grid level, N;,, = N,, = 3. The coefficient of variation and correlation length are also held
fixed, COV = 0.1 and L. = 1, respectively.

6.2.1. Number of KL modes

In these tests, the impact of the number of modes retained in the KL expansion of the diffusivity field is
investigated by varying N. Results are reported in Fig. 5, where the peak normalized residual is plotted
against cycle number for (a) first-order PC expansion with N ranging from 10 to 80, and (b) second-order
PC expansion with N = 10, 15 and 20 (P = 65, 135 and 230, respectively). For both first- and second-order
expansions, the evolution of the residual is independent of N, again showing the efficiency of the MG
scheme. Note that in the present case one cannot infer from this behavior a linear relationship between N
and the CPU time. The latter is in fact a strong function of the number of non-zero terms in .#, which
depends on both N and N,. This contrasts with previous observation regarding scalability of the scheme
with respect to the number of grid points.

6.2.2. Effect of PC expansion order on rate of convergence

The results of the previous section show a dependence of the convergence rate of the multigrid method
on the order of the PC expansion. This dependence is further investigated by setting N = 10 and varying
N, from 1 to 3; with P = 10, 65 and 285, respectively. The convergence of the iterations for these cases is
illustrated in Fig. 6, which depicts the behavior of the peak residual as the number of cycles increases.

The results indicate that the convergence rate decreases slightly as the order of the PC expansion in-
creases. The residual reduction factor per cycle is about 0.09 for Ny = 1 and approximately 0.2 for N, = 3.
In light of the experiences above, it is evident that the present reduction in convergence rate is not due to the
increase in number of modes P, but rather to the need for additional cycles in order to propagate the
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Fig. 6. Peak normalized residual versus cycle number for Ny = 1 (P = 10), Ny = 2 (P = 65), and Ny = 3 (P = 285). In all cases, N = 10,
Nx=Ny=32,L.=1,N,, =N,,=3,and v = 1.5.

residual for coupled terms of different order. For the present examples, the convergence rate is still satis-
factory for Ny = 3. In situations requiring higher order expansions, however, further improvement may be
required. This could be achieved for instance by blending the (spatial) MG concepts with a spectral (mode)
coarsening procedure.

6.3. Effects of diffusivity field statistics

We now analyze the effects of the diffusivity field characteristics on the convergence rate, by varying its
statistical parameters. We recall that the diffusivity is parametrized through its COV, which represents the
normalized local statistical spread of the realizations about the expected value, and the correlation length,
which accounts for the spatial variability of the process. The effects of these two parameters are analyzed
separately below.

6.3.1. Effect of diffusivity variance

Tests on the effect of the variance of the diffusivity field are performed using L. = 1, a KL expansion with
N =25, and PC expansion of first and second order (P = 25 and 350, respectively). A 32 x 32 computa-
tional grid is used and the MG parameters are as follows: w = 1.5, N,, = N;, = 3 and Ng = 5. Results with
different values of o; are reported in Fig. 7.

The results show that, as expected, the convergence rate is strongly dependent on the variance of the
diffusivity field. Actually, the highest convergence rate is achieved for the lowest values of COV (g; = 0.025)
where the residual is reduced with each MG cycle, by a factor of about 0.05 for Ny =1 (Fig. 7a) and
approximately 0.06 for Ny = 2 (Fig. 7b). Consistent with previous findings, for the same values of ¢, (and
COV) the second-order PC expansion exhibits slower convergence rate than the first-order scheme.
Moreover, when COV increases, the convergence rate decreases for both the first- and second-order ex-
pansions, but the reduction is more substantial in the latter case. As noted previously, the diffusivity field
should be positive at any point inside the domain. However, the KL expansion does not guarantee this
constraint, and the probability that this constraint is violated increases as COV increases. In fact, for
COV = 0.4 and N, = 2, the solver did not converge. In contrast, with a first-order expansion the MG
iterations did converge for COV = 0.4, but with a very low convergence rate (not shown). It should be
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Fig. 7. Peak residual versus number of cycles for different values of ¢;: (a) first-order PC expansion and (b) second-order PC
expansion. In all cases, L. =1, N =25, o = 1.5, N,, = N;, =3, Ng =5 and Nx = Ny = 32.

emphasized, however, that the deterioration of convergence rate with increasing COV is due to the extreme
behavior of the corresponding problem, and therefore is not inherent to the present multigrid scheme.

6.3.2. Influence of the correlation length

The effect of the correlation length is analyzed in this section by performing computations with a fixed
variance (COV = 0.1) but varying L.. As illustrated in Fig. 8§, as L. decreases, the spectrum of A broadens
with higher amplitudes in the small scales. Since the variance is fixed, however, the “energy’’ content of the
spectrum remains constant.

Fig. 9 shows the convergence rate of the MG iterations for different correlation lengths, L, = 0.25, 0.5, 1,
2 and 5. Plotted are results obtained using both first- and second-order PC expansions. The results show a
weak dependence of the convergence rate on L., indicating that the MG method effectively maintains its
good convergence properties even as small-scale fluctuations in A increase. The weak dependence of the
convergence rate on spatial lengthscales of 4 has also been observed in deterministic simulations (not

T T 3

L.=0.25 ]

L.=0.50 ]

L.=1.00 ——— |
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& ]

0.01 .
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Fig. 8. Spectra of the eigenvalues, f3,, of the KL expansion for different correlation lengths L. = 0.25, 0.5, 1 and 5.
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Fig. 9. Peak residual versus number of cycles for N = 20 KL modes and different values of L: (a) first-order PC expansion (P = 20);
(b) second-order PC expansion (P = 350). In all cases, COV = 0.1, N;, = N,,, = 3, ® = 1.5 and Nx = Ny = 32.

shown). This shows that the extension of the MG scheme to stochastic problems does not adversely affect
its effectiveness in dealing with spatially varying diffusivity. Closer analysis of the results in Fig. 9 also
supports our previous observation that the convergence rate for first-order PC expansions is larger than for
the second-order case, but differences are once again small.

As shown in Fig. 8, decreasing L. results in a broader eigenvalue spectrum, which raises the question
whether N = 20 KL modes is sufficient to capture all the relevant scales of 4. This question arises because
truncation of the KL expansion removes the highest spatial frequencies, and leads to under-estimation of the
variance. To verify that the near collapse of the curves in Fig. 9 with decreasing L. is not due to such
truncation, simulations were repeated using a first-order PC expansion and a higher number of KL modes,
N = 105. The results (not shown) exhibit essentially the same convergence rate as with N = 20. This indicates
that the the truncation of the KL expansion does not affect the convergence rate of the multigrid solver.

6.4. Selection of multigrid parameters

The computational tests above were performed with fixed MG parameters, which enabled direct com-
parison between various cases and thus simplified the analysis. It is evident, however, that tuning these
parameters can improve the efficiency of the method. For the test cases in the previous sections, selecting
o € [1.2,1.7] results in convergent iterations, but varying o within this range affected the convergence rate.
Specifically, for fixed tolerance on the peak residual (107'%), the number of cycles needed to achieve this
level varied between 3 and 5 cycles. Consequently, tests should generally be conducted in order to select the
optimal o value for the problem at hand. A similar optimization process should also be conducted for
proper selection of the number of inner and outer iterations. Clearly, using a large number of outer iter-
ations results in an inefficient method, since one does not want to perform a large number of outer iter-
ations on the initial grid level. At the same time, a minimal number of outer iterations is required during
prolongation in order to smooth the solution sufficiently before switching to the next grid level. Thus, N,,
should be carefully optimized. Meanwhile, &;, should be set to the minimum value above which the con-
vergence rate starts to decrease.

Lastly, the efficiency of the multigrid procedure can also be drastically improved by designing cycles with
a more complex structure than the simple V-cycle used in the present work. To illustrate the improvement
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Fig. 10. Example of line-coarsening strategy for highly stretched grids. Instead of the usual V-cycle, the coarsening is first performed
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Fig. 11. Convergence rate of MG iterations: V-cycle approach (top) and line coarsening strategy (bottom). Curves are generated for
solutions obtained in domains with different aspect ratio, L/H. In both sets of simulations, Nx = 128, Ny =32, N,, =3, N;, =2,
w = 1.5, Ny =2 and N = 3. The stochastic diffusivity field has L. = L and COV = 0.1.

that can be achieved by adaptation of cycle structure, a line-coarsening strategy, designed for highly
stretched grids and/or domains with high aspect ratios, is briefly outlined below. Assuming that Ax > Ay,

138



4742 O.P. Le Mditre et al. | Comput. Methods Appl. Mech. Engrg. 192 (2003) 4723-4744

the strategy consists of (i) performing a 1D-coarsening along the y-direction only, which eventually leads to
a quasi-1D problem in x; (ii) applying a 1D MG approach in the x-direction, which is iterated until the
overall tolerance level is reached; and (iii) performing a prolongation in the y-direction only. This cycle,
whose structure is schematically illustrated in Fig. 10, is repeated until the residual on the original fine grid
drops below the desired tolerance level.

In Fig. 11 we contrast the convergence rates of the MG scheme using the V-cycles and of the adapted
MG scheme outlined above. In both cases, the number of grid cells is fixed, Nx = 128 and Ny = 32, but the
aspect ratio, L/H, of the domain is varied. Note that the case L/H = 4 corresponds to a grid with square
cells, i.e. Ax = Ay. For the V-cycle iterations, the results indicate that the convergence rate deteriorates as
the cell aspect ratio increases. Meanwhile, with the line-coarsening strategy, the convergence rate improves
as L/H is increased from 8 to 40; for higher aspect ratios, up to L/H = 400, the convergence rate decreases
slightly, but remains at a satisfactory level. In contrast, for such high aspect ratios, the regular V-cycle
iterations are quite inefficient.

7. Conclusions

A multigrid scheme for the simulation of steady and unsteady stochastic diffusion equations was de-
veloped, and computational tests were conducted to analyze its behavior. In particular, these tests show
that:

e The MG scheme exhibits a fast rate of convergence and good scalability with respect to spatial resolution
in a fixed domain.

e The convergence rate is independent of the number of stochastic dimensions as long as the variance of
the diffusivity field is held fixed.

e The convergence rate drops slowly as the order of the PC expansion increases.

e The convergence rate deteriorates substantially as the variance of the stochastic diffusivity field becomes
large, but satisfactory convergence rates are still observed for COV up to 0.2. On the other hand, the
convergence rate decreases slightly as the correlation length of the stochastic diffusivity field is decreased.

o Selection of MG parameters and cycle structure can drastically affect the efficiency of the iterations.
These parameters should therefore be carefully optimized.

Future work will aim at enhancing the present MG approach, particularly for situations involving large
variance and high order PC expansions. An attractive approach that is currently being explored is based on
exploiting the structure and sparsity of the stochastic system. This structure suggests a hierarchical iterative
strategy [34], which has been successfully exploited in the context of stochastic finite elements. In particular,
it appears that incorporation of such an approach into the present MG framework could lead to a sub-
stantial performance enhancement.
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This paper presents a model for two-dimensional electrochemical microchannel ow including the
propagation of uncertainty from model parameters to the simulation results. For a detailed
representation of electroosmotic and pressure-driven microchannel ow , the model considers the
coupled momentum, species transport, and electrostatic eld equations, including variable zeta
potential. The chemistry model accounts for pH-dependent protein labeling reactions as well as
detailed buffer electrochemistry in a mixed nite-rate/equilibrium formulation. Uncertainty from the
model parameters and boundary conditions is propagated to the model predictions using a
pseudo-spectral stochastic formulation with polynomial chaos (PC) representations for parameters
and eld quantities. Using a Galerkin approach, the governing equations are reformulated into
equations for the coef cients in the PC expansion. The implementation of the physical model with
the stochastic uncertainty propagation is applied to protein-labeling in a homogeneous buffer, as
well as in two-dimensional electrochemical microchannel ow . The results for the two-dimensional
channel show strong distortion of sample pro les due to ion movement and consequent buffer
disturbances. The uncertainty in these results is dominated by the uncertainty in the applied voltage
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Protein labeling reactions in electrochemical microchannel flow: Numerical
simulation and uncertainty propagation

across the channel. © 2003 American Institute of Physics. [DOI: 10.1063/1.1582857]

I. INTRODUCTION

Microchannel ows, involving electroosmotic ow of
charged components in an electrolyte buffer, are generally
characterized by strong coupling between multiple physical
and chemical processes.! Numerical simulations for detailed
studies of phenomena such as analyte dispersion therefore
require accurate models for the uid ow, species transport,
chemical reactions, buffer equilibrium, protein ampholytic
behavior, electrostatic eld strength, wall layer, and many
other processes.> Most of these processes are well under-
stood and adequate models are generally available. Many
simulations of microchannel ow can be found in the litera-
ture, with varying detail in the resolution of the ongoing
physical processes.” "> However, simulations that take into
account the full range of coupled processes in microchannel
ows are hard to nd.

Further, the mathematical models for these physical pro-
cesses generally require knowledge of several parameters
such as species mobilities, viscosity, electrolyte dissociation
constants, reaction rate parameters, and other physical and
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environmental parameters. These parameters are typically
not known exactly due to experimental measurement uncer-
tainties and/or inherent variability. Consequently, computa-
tional predictions will have some uncertainty, associated with
the uncertainties in the input parameters. In order to make
valid comparisons between experimental and computational
data, or to assess the reliability of computational predictions,
a careful analysis of the uncertainty in the simulation results
is required.

In the current work, a detailed model is developed of
both electroosmotic and pressure-driven ow in a micro-
channel lled with an electrolyte buffer and model protein
analyte samples. The construction considers the fully
coupled momentum, species transport, and electrostatic eld
equations, including a model for the dependence of the zeta
potential on pH and buffer molarity. A mixed nite-rate,
partial-equilibrium formulation is applied for the chemical
reactions. In particular, “fast” electrolyte reactions are de-
scribed by associated equilibrium constraints, while the re-
maining “‘slow” protein labeling reactions are modeled with
nite-rate kinetics.

To quantify the uncertainty in the model predictions, due
to uncertainty in the input parameters, a stochastic uncer-
tainty propagation method'* is applied. This method intro-
duces a new stochastic dimension for each uncertain param-
eter, and uses polynomial chaos (PC) expansions'® to
describe the dependence of model parameters and ow quan-

© 2003 American Institute of Physics
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tities on these dimensions. After introducing these PC repre-
sentations into the governing equations, a Galerkin approach
is used to determine evolution equations for the spectral
mode strengths in the expansion. The resulting system is
more complex than the corresponding deterministic model,
requiring more computational effort. However, it is poten-
tially more ef cient than Monte Carlo (MC) simulations.'®
Moreover, the pseudo-spectral PC approach readily provides
sensitivity information and the contribution to the total un-
certainty by each of the model parameters.

First we outline the formulation of the governing equa-
tions that constitute the deterministic system model. Next,
we implement the stochastic uncertainty quanti cation
method to reformulate these equations into evolution equa-
tions for the spectral mode strengths. We then proceed to the
description of the numerical construction used to integrate
the resulting set of equations, highlighting particular devel-
opments necessary for handling the coupled evolution of mo-
mentum, species, and the electrostatic eld. The methodol-
ogy is then applied to model protein labeling reactions in
homogeneous systems as well as two-dimensional micro-
channel ows. The results illustrate the convergence of the
construction as well as the propagation/growth of uncertainty
in the simulations. The detailed physical model gives insight
into important micro uidic sample dispersion mechanisms.

Il. PHYSICAL MODEL FORMULATION
A. Momentum

The continuity and momentum equations for a two-
dimensional ow eld in the (x,y) plane, with uniform den-
sity and viscosity are given by'’

Veu=0, (1)
Jdu
E-f—u-Vu:—Vp%- vV2u, (2)

where u is the velocity, p is the pressure normalized by den-
sity, and v is the kinematic viscosity.

The microchannel ows in this study are electroosmoti-
cally driven with an applied electrostatic eld in the x direc-
tion. Assuming a double layer that is thin with respect to the
channel size, the effect of wall electrostatic forces can be
represented in terms of a wall slip velocity u,,, using the
Helmholtz—Smoluchowski relationship!’

€f
uw_zvtqsw: (3)

where € is the permittivity of the uid, ¢ is the zeta potential,
¢,, is the electrostatic eld potential at the wall, and w is the
dynamic viscosity. Since both the electrostatic eld and the ¢
potential depend on the uid composition, Eq. (3) represents
a major coupling between the ow velocity and the species
transport.

The ¢ potential is a function of the wall material and
uid characteristics.”!® In this work, a relationship for { as a
function of the local pH and buffer molarity was obtained
from empirical data for the zeta potential of a fused silica
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FIG. 1. Empirical data and curve t for the { potential of a fused silica
capillary vs pH in an aqueous solution of KCl at various molarities. Adapted
with permission from Ref. 19, Copyright 1992 American Chemical Society.

These data were curve- tted into the following relationship:

{(pH, M)
={—(pH—2)+ (5 +5 tanh (5(pH—7.5)))(pH—7.6)}

X(—2.7In(M+23X107%)), 4)

where M is the molarity of the KCI solution. The quantita-
tive accuracy of this curve- t is obviously limited to systems
similar to the one considered in Ref. 19. However, Eq. (4)
qualitatively gives the correct behavior of {(pH, M) for vari-
ous other systems.”"!®

B. Species concentrations

A variety of species are considered in this work, ranging
from model proteins and dyes in samples, to the ions of
aqueous buffer solutions. The transport of these species is
governed by'’

50,’ .
- TVleutu)]=V-(D;Ve) +w, )

where ¢; is the concentration of species i, and D, is the
corresponding diffusivity. The electromigration velocity u;
accounts for the electrophoretic movement of electrically
charged species relative to the bulk ow . This velocity is
given by'’

w=—Biz,FVé, (6)

where f3; is the electrophoretic mobility for species i, z; is the
charge number, F is the Faraday constant (9.648X10*
C/mol), and ¢ is the electrostatic eld potential. The term vf»,-
is a source term from the chemical and electrochemical re-
actions in which species i is involved. Note that for each
species, the diffusivity D; and the mobility B, are coupled
through the Nernst—Einstein equation'’

D;=RTB;, (7)

where R is the universal gas constant and 7' the temperature.
The integration of Eq. (5) is performed differently de-

capillary in an aqueous solution of KCI, as shown in Fig. 1.1(31 43 pending on the chemical time scales involved. In general,
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electrolyte association and dissociation reaction rates are
several orders of magnitude faster than electrophoretic
phenomena' and typical sample-processing reactions. Thus,
direct integration of fast reactions would impose severe time
step restrictions. In order to avoid these dif culties, an equi-
librium approach for the electrolyte reactions is imple-
mented. For example, consider a weak acid HA, which dis-
sociates according to

Ka
HA—H"+A", (8)
where
HY[A™
g AT o

[HA]

is the corresponding dissociation constant. Instead of inte-
grating Eq. (5) for the concentrations of species HA and A~
individually, consider the combined concentration of both of
these quantities #,=[HA]+[A"]. The source terms for
[HA] and [A™] from the electrolyte reaction (8) cancel out
in the 6, transport equation, which is the sum of the transport
equations for the two individual quantities,

a

at

+V-[cgalutuf,)+ep-(ut ui_)]

:V'[DHAVCHA—FDA*VCA*]' (10)

Therefore, barring any other chemical reactions involving
these species, 6, is a conserved quantity and can be inte-
grated with Eq. (10) without a chemical source term.>*!°
Note that if the chemical source terms for HA or A~ in Eq.
(5) do include participation by reactions other than the HA
buffer chemistry, e.g., by (typically slow) sample chemistry,
then the utilization of 6, is still advantageous in that it elimi-
nates the fast electrolyte reactions, but in this case 6, is no
longer a conserved scalar. In either case, one arrives at a
governing equation for 6,, which does not include the fast
reaction terms. Once 6, is known, the concentrations of the
individual components of the weak acid are obtained from

LR
[HA]: [H+]+KA 0,=auyX0,, (11)
_ Ka
[A ]=m0azay><6a. (12)

Note that this construction is equally useful for buffers with
multiple dissociation states, where 6, is the sum of concen-
trations of the weak acid and all of its dissociated states.
Since the mobilities and diffusivities are generally different
for the species that make up 6, , the convection and diffusion
terms in the transport equation for 6, are calculated as the
sum of the convection and diffusion for each species in 6, .
A similar approach holds for weak bases.

For strong acids and bases, which are fully dissociated in
the solution, or for other species that do not take part in
electrolyte dissociation and association reactions, Eq. (5) can
be integrated directly. The model proteins and uorescent
dyes in this work are assumed to have a xed charge, so their
concentrations are integrated using Eq. (5), with an appropri-
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ate nite-rate chemical source term. However, a complete
ampholyte description for proteins can readily be formulated
with a similar framework as is used for the weak acids and
bases.>? %% In the simulations in this work, proteins are as-
sumed to take part in a nite rate, irreversible labeling reac-
tion of the form
ky,
U+D—L (13)

with a pH-dependent reaction rate k; =k (pH). In Eq. (13),
U is the unlabeled protein, D the uorescent dye, and L the
labeled protein.

Since a thin double layer is assumed, the system is also
assumed to satisfy the electroneutrality condition

> 2¢,=0 (14)

everywhere in the domain. The concentrations of H* and
OH™ are obtained from this electroneutrality condition and
the water dissociation constant

[H'][OH ]=K,. (15)

Note that the composition, and therefore also the total
charge, of weak acids and bases in the system depends on the
H™ concentration [see Eqs. (11) and (12) above]. The sub-
stitution of Egs. (12) and (15) into the electroneutrality con-
dition (14), in order to account for the dependence of [A™ ]
and [OH ] on [H"], introduces nonlinear terms in this
equation. For buffers with multiple dissociation states, even
more nonlinear terms are introduced. Therefore, an iterative
solution of the electroneutrality condition for [H™ ] is usually
required.

C. Electrostatic field strength

Allowing for concentration eld gradients, the electro-
static eld potential, ¢, is obtained from the current conti-
nuity constraint,!”

Vo(aVh)=—F>, z,Y-(DVe,). (16)

This equation is coupled to the species concentrations
through the right-hand side (diffusion of charge) and the
electrical conductivity o of the solution

U:Fzz Z[ZB[C[‘. (17)

The electrostatic eld
=—-V¢.

This completes the description of the key elements of the
deterministic model formulation. We next outline the sto-
chastic construction for uncertainty quanti cation, and its
implementation in this model.

strength is then obtained as E

lll. STOCHASTIC FORMULATION

To propagate uncertainty from the input parameters of
the physical model, to the results of model simulations, we
use a spectral stochastic formulation based on polynomial

4ahaos (PC) expansions.'*!* For each uncertain parameter,
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this technique introduces a new stochastic dimension &,
where £ is a random variable with a standard normal Gauss-
ian probability density function (PDF). The parameter is then
modeled as a random variable whose dependence on ¢ is
described using a spectral PC expansion. For example, the
species diffusivity D is written as

.
D<§>=k§0 DY (), (18)

where the W, are the PC basis functions and the determinis-
tic coefcients D, are the spectral mode strengths. If the
model has only one uncertain parameter, then the basis func-
tions are the one-dimensional Hermite polynomials:

\I,():l: \Plzfa \P2:§2_15 \P3:§3_3§:"~ . (19)

In this case, P corresponds to the highest order polynomial
used in the expansion. For a model with N uncertain param-
eters, an N-dimensional stochastic space is considered, and
the W, are N-dimensional Hermite polynomials up to a

specied order p in the Gaussian variables 6
=166, ... &y ,'% such that
P
D(e)zkz0 DV (6). (20)

Note that in this case, the Gaussian variables &, ... ,&y are
assumed to be uncorrelated. The number of terms (P+1) in
the expansion corresponds to the number of polynomials
with order less or equal to p. Higher order polynomial chaos
basis functions increase the accuracy of the spectral repre-
sentation, but add a lot more terms for problems with many
stochastic dimensions.

The solution eld variables, such as velocities, concen-
trations, and the electrostatic eld potential are expanded
similarly:

P

u(x,t;0)=k20 w(x,0)W,(6), (21)
P

c(x,r;0>=k20 c(x,0)W(6), (22)
P

¢(x,z;e>=kgo (1), (6). (23)

Using the orthogonality of the basis functions, the coef -
cients Dy, wy(x,?), ci(x,t), and ¢(x,7) can be calculated
by a projection operation onto the PC basis. Thus, for D,

(VD)

= , 24

S (24)

where the expectation is de ned as
1
m: mfRNf(gl >§:23 e 3§N)
Dt
Xexpl = ———|d&déy - dEy. (25)
145
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Note that the expectations (W;)=0 for k>0. Therefore the
zeroth-order spectral mode for each eld quantity represents
the mean eld, whereas the higher order modes represent the
variation, or uncertainty, around this mean. This is re ected
in the calculation of the standard deviation o of a quantity, as
shown below for the concentration c:

ar=((c=(e)?)

(8 ow)(3 e

g P
:jzl kzl cjck<qrj\l,k>

P
= 2 ci(V). (26)

To further interpret this, consider the example of a second-
order PC expansion for the concentration c in the case of two
uncertain parameters:

c=cotcii+erbytey(E— D) +e 66 +es(65-1).
(27)

In Eq. (27), the &, dimension corresponds to the rst uncer-
tain parameter in the system, and &, corresponds to the sec-
ond uncertain parameter. Substituting this expression into
Eq. (26) and evaluating the (¥}), we obtain the following
equation for the variance of ¢ in this example:

ol=cltes+2ci+ci+2ck (28)

Grouping the terms that correspond to the same stochastic
dimensions, it is possible to identify the contributions of in-
dividual parameters to this overall standard deviation:

ol= 0'% + a’%z-i- a’%, (29)

.=

o =vci+2c3, (30)
ai=Nci, (31)
oy=vc3+2ck. (32)

In these expressions, o and o, represent the individual con-
tributions of the rst and second uncertain parameters, re-
spectively, to the overall uncertainty in ¢. The term o, rep-
resents a coupled term involving the combined effect of the
two parameters. This feature of the PC methodology is very
powerful, as it allows identi cation of the major contribu-
tions to the uncertainty in the simulation output and model
results.

After representing all model parameters and solution
elds with PC expansions, those expansions are substituted
into the transport equations for the deterministic quantities.
Evolution equations for the unknown coef cients in the PC
expansions are then obtained by a Galerkin approach. For
example, consider the momentum equation. Substituting the
appropriate PC expansions for velocities, pressure, and vis-
cosity in Eq. (2), multiplying by W, , and taking the expec-
tation gives®
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g P P
W_i_i:OjZO Cijr(u;V)u;
P P
=—Vpk+§‘6 20 CyiviVu; (33)
=0 j=

with C; =(W, W, W )/(¥,¥,). Similarly, the equations for
the modes ¢, ; of the species concentration (with m the spe-
cies index) become

P P
Pom CiuV +ul, )
ot Py ijk (Cm,i(uj llm,j
P P
=2 2 CuVe(D,, Ve, )+ Wy, (34)
i=0 j=0 ; ’
where
P P
<q’/“e>
=N CrijBizFV ¢, 35
m,j <\I’12 /;ozgo kl]ﬂkz ¢z ( )
. o
ka:¥' (36)
G

Equations (35) and (36) represent the pseudo-spectral projec-
tion of the electrophoretic velocities and the stochastic
chemical source terms onto the ¢, basis functions (see also
Sec. IV F). Finally, the electrostatic eld equation (16) be-
comes

P P
20 EO Cii V(oY)
=0 j=

P P
=—F 20 20 Cija V(D Ve ). (37)
m =0 =

The modes o; of the electrical conductivity are obtained
from

P P
O'iZFzz Z;EO kEO Cjkiﬂm,jcm,k' (38)
m J=0 k=

Equations (33), (34), and (37) each represent a set of P+ 1
coupled equations to be solved for the mode strengths u,
Cmi>and ¢y, k=0,... P. With M species, the total num-
ber of equations to be solved is (M +2)(P+1).

IV. IMPLEMENTATION
A. Data structure

As described in Sec. II B, species concentrations are in-
tegrated differently, based on whether or not they take part in
equilibrium reactions. For instance, for components of weak
acids or bases, which typically serve as buffers, only the
combined concentration of all components is integrated di-
rectly. The total charge associated with the buffer compo-
nents is required for the enforcement of the electroneutrality
equation (14). For a given buffer, this total charge can be
obtained from the total buffer concentration # and [H*]

through buffer-speci ¢ equations such as Egs. (11) and (12).1 46
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To make the treatment of weak acids or bases as general
as possible, separate objects are used in the current code to
represent these components. Each object contains all the spe-
cies properties for the weak acid or base it represents, as well
as the dissociation constants for the electrolyte reactions be-
tween its species. Speci ¢ functions are also associated with
each object to return the total charge or other information
about the weak acid or base, given its total concentration and
[H']. This way, different buffers can be included in the
simulations by simply including different objects, without
the need for speci ¢ code modi cations.

B. Spatial discretization

The computational domain is discretized using a Carte-
sian mesh with uniform cell size Ax and Ay in the x and y
direction, respectively. Vector elds, such as the velocity and
the electrostatic eld strength, are de ned on the cell faces.
Scalar elds, such as pressure and species concentrations, are
de ned at the cell centers. Spatial derivatives are discretized
with second-order central differences.

C. Electroneutrality

As explained in Sec. II B, the individual concentrations
of the buffer ions and [H*] are obtained from the electro-
neutrality condition (14). This results in a set of nonlinear
algebraic relations between P+ 1 stochastic modes. This
coupled nonlinear system of equations is iteratively solved at
each point in the domain, using a Newton solver from the
NITSOL package.”® The solver uses an inexact Newton
method with backtracking. Using the solution from the pre-
vious time step as initial guess, the convergence is generally
very fast.

D. Electrostatic field strength

To obtain the electrostatic eld potential ¢, the set of
P+1 equations (37) needs to be solved over the domain.
Since these equations are coupled, an iterative solution
method was developed, consisting of Gauss—Seidel iterations
over the spatial dimensions in combination with SOR itera-
tions over the stochastic dimensions. To accelerate the con-
vergence speed, spatial coarsening with a multigrid approach
is applied. The electrostatic eld strength is computed in turn
as the gradient of the electrostatic potential.

E. Time integration

The time integration algorithm in this work is based on a
previously developed stochastic projection method for the
momentum equations in low-Mach-number ow .2* This mo-
mentum solver uses a time splitting approach in which the
convection and diffusion terms are integrated in a rst frac-
tional step, and the continuity constraints are then enforced
in a pressure projection step.”® Since the continuity
constraints [Eq. (1)] are decoupled in the stochastic dimen-
sion, this leads to a set of P+ 1 decoupled Poisson problems.

In the current work, this method is expanded to the in-
tegration of the coupled momentum and species transport
equations, in combination with the electrostatic eld solu-
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tion. For brevity, the equations for the stochastic mode & of
the species concentrations and the velocity can be written as

(9ck
W=—Cspk+Dspk+Sspk, (39)
(9uk
WZ—Cm,;I-'Dmk—Vpk (40)

where Cspy, Dspy, and Ssp, represent the convection, dif-
fusion, and chemical source terms in the species equation
(34). Similarly, Cm; and Dm represent the convection and
diffusion terms in the momentum equation (33). Using the
projection scheme for momentum, in combination with a
Runge—Kutta (RK) time integration scheme, Egs. (39) and
(40) are discretized between " and the RK stage time level
1O ="+ At as

(s) n
Sk "k -1 -1 -1
W:_Csp(ks )+ Dspl D+ Ssple

=Fspi ), (41)
(s),% __ .n
u u
e T D+ D D= Fp D (42)

At(v) k k k

ug{s)_u]((s),*

=W, (43)

where Fsp, and Fm, represent the full right-hand sides in
the corresponding time integration steps. Equation (43) is the
pressure correction step, which requires the pressure to be
solved for rst. The equation for pressure is obtained by
substituting Eq. (43) into the stochastic form of the continu-
ity equation for u'*,

Veu'=0 (44)
resulting in the following set of Poisson equations:

1
A

Vip=——5Vu*  k=0,...,P. (45)

As discussed in Ref. 24, these P+ 1 Poisson equations are
decoupled; therefore, each can be solved individually using
existing Poisson solvers for deterministic ow problems. In
the current work, the same fast Fourier transform based ow
solver is used as in Ref. 24.

The time integration of Egs. (41) and (42) is performed
using the four-stage, fourth order Runge—Kutta scheme
(RK4),%” which was selected because of its good stability for
convection dominated problems. Keeping in mind the cou-
pling between the equations, the computations during the
subsequent stages of the RK4 integration over a time step At
from time ¢" to "*'=¢"+ At can be represented with the
following pseudo-code. The superscripts (s) denote the
Runge—Kutta stage number. For clarity, the subscripts for the
mode strength & have been dropped.
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Stage s=1; t=1¢".

Calculate the right hand sides in Egs. (41) and (42) using
the species concentrations, velocities and electrostatic eld
strength at time ¢=1¢":

» Fsp'D=Fsp(c(1),u(t"),E(1"),
o FmM=Fm(u(t"),u,,(t")) where u,, is the electroosmotic
wall velocity.

Stage s=2,3,4; t=1"+ A",
Update species concentrations to the current time level:

e cW=c(t")+ At Fspt~D for all directly integrated spe-
cies.

+ Solve electroneutrality constraint to obtain [H™ ],

» Update concentrations of weak acids and/or bases.

Update electrostatic eld strength and velocity boundary
conditions using the updated concentrations:

« E9=E(cV).
s ul)=u,(cEY).

Update velocities to the current time level:

« Update the velocities to their intermediate (*) values at the
current time level: u®-*=u(s")+ A¢S Fm D,

* Apply the boundary conditions u' to the u®»* velocity
eld.

* Solve for pressure at this time level using Eq. (45):
p(s)zp(u(s)’*),

» Apply the pressure correction to u®>* to obtain u®:
ul®) = u)* — At(‘Y)Vp(S).

Calculate the new right hand sides in Egs. (41) and (42)
using the updated species concentrations, velocities, and
electrostatic eld strength:

.« Fsp®=Fsp(c®,u®),ED),
o Fm=Fmu®,u)).

Final update to time #"*'=¢"+ A¢.

Update species concentrations to ¢"*!:

s (" Y=c(t")+ At(sFsp D+ 2Fsp@+ 2 Fsp®)

+ tFsp™®) for all directly integrated species.
« Solve electroneutrality constraint to obtain [H™] at /"
» Update concentrations of weak acids and/or bases.

Update electrostatic eld strength and velocity boundary
conditions using the updated concentrations:

« E(/"T)=E(c(t"")),
. uw(t’”1)=uw(c(t”+1),E(t”+l)).

Update velocities to 71

* Update the velocities to the intermediate (*) values at
e wr (Y =u() + At (§Fm D+ 2 Fm @+ 2 Fm )
+ e Fm@).

« Apply the boundary conditions u,,("*!) to the u*(¢
velocity eld.

n+l)

147
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+ Solve for pressure at "*! using Eq. (45): p(t"*!)

=p(u*("" ).
« Apply the pressure correction to u*(#"*!) to obtain
u(tn+1): u(tn+l):u*(tn+l)_Ath(tn+l).

In the above integration scheme, the respective time
steps A" of the Runge—Kutta stages s=2, 3, and 4 are
given by $A¢, 3At, and At.

F. Tools for stochastic operations: Uncertainty
quantification toolkit

As explained in Sec. IlI, the governing equations for the
spectral mode strengths of the eld variables are obtained by
substituting the PC expansions for those eld variables in
their original, deterministic governing equations. Instead of
explicitly writing out these equations for the spectral mode
strengths, it is also possible to retain the governing equations
in their original form, but take into account during the imple-
mentation that all arithmetic needs to be performed on sto-
chastic instead of deterministic variables.

To facilitate this approach, we developed an uncertainty
quanti cation (UQ) toolkit which contains subroutines to
perform most of the common operations on stochastic vari-
ables that are represented by PC expansions. Using this tool-
kit, many algorithms that were originally designed for deter-
ministic problems can easily be converted for stochastic
computations by merely replacing mathematical operators
with calls to their stochastic equivalent. The details of some
of these operations are explained in the following.

Aside from additions, one of the most common opera-
tions is the multiplication of two stochastic variables. Con-
sider two stochastic variables, # and v, with the following
PC representations:

P

u=2 uV,, (46)
i=0
P

v=2 vV, (47)
J=0

We need to nd the modes w), in the PC representation of
W=uv:

P

k=0

As mentioned before, these coef cients are obtained by us-
ing the orthogonality property of the PC basis functions:

P P
we=2 2 Cuj, k=0,....P (49)
i=0 j=0
with
(W, VW)
z‘_/kE—jz- (50)
(W)

Since the tensor C;j; is a function of the PC basis functions
only, it only needs to be calculated once during a preprocess-
ing step and can then be stored for use throughout the com-
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putations. The implementation of Eq. (49) also takes advan-
tage of the fact that this tensor is sparse, reducing the amount
of storage and CPU time needed.

A similar procedure could also be used to determine the
PC expansion for the product of three stochastic variables
g=uvw. This would give the spectral coef cients g; as

P P P
=2 > Dijruivjwi, 1=0,...,P, (51)
=0 /=0 =0
where
(V0,0
k= ]—2 (52)
(1)

Instead of this pure spectral approach, however, a pseudo-
spectral approach is used in this work to calculate products
such as g=uvw by repeated use of the regular product func-
tion. First the product uv is calculated with Eq. (49), and the
result of this multiplication is multiplied in the same way
with w to give the PC expansion for g. The advantage of this
pseudo-spectral approach is that it does not require the evalu-
ation and storage of the fourth-rank tensor D, is more
ef cient, and is easy to generalize to products of any number
of variables. Some aliasing errors are introduced though in
this approach, but they were found to be negligible as long as
the order of the PC expansions is chosen suf ciently high.

Another frequent operation is the calculation of the in-
verse of a stochastic quantity. To explain how this operation
is implemented, consider again three stochastic variables, u,
v, and w, with their respective PC expansions given by Egs.
(46)—(48). If we wish to calculate u=w/v, then this implies
w=uv, which is given by Eq. (49). This equation, assuming
the modes w; and v; are known, represents a system of P
+1 linear equations in the unknown modes u;. Since it is a
sparse system of equations, it is solved efciently in this
work with a GMRES iterative solver, taken from the
SLATEC library.?®

More challenging is the evaluation of nonpolynomial
functions of stochastic variables such as the exponential,
which will show up in the calculation of the protein labeling
reaction rate with Eq. (56), or the logarithm in the calcula-
tion of pH. Currently, these operations are performed by ex-
panding them in Taylor series around the mean of the argu-
ment. For example, the exponential of a stochastic quantity
u, with a PC expansion given by Eq. (46), is computed as

N gn
e'=e"0 1+2 —'), (53)
n=1N:
where
P
d=u—ug= 2, u;V¥, (54)

i=1

is the stochastic part of u. The powers d” are again calculated
in a pseudo-spectral way with the product formula (49), as
d"=d d"" ", with d"~! known from the previous term in the
Taylor series. The number of terms N in this truncated series
is chosen adaptively to satisfy a given tolerance level.
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The Taylor series approach works reasonably well as
long as the uncertainties in the eld variables are moderate
and the probability density functions (PDFs) of those vari-
ables are not too skewed. For highly skewed PDFs, however,
high order PC expansions are required to capture this sto-
chastic information, and the evaluation of high power terms
d" in the Taylor series can become inaccurate. A new ap-
proach, based on integrations, is currently under develop-
ment to alleviate this problem.

All the operations described above, among many others,
have been implemented in the UQ toolkit library. The UQ
toolkit greatly facilitates the development of stochastic solv-
ers from scratch, as well as the conversion of existing deter-
ministic routines into stochastic ones. A more general and
effective approach would be to develop the capability to au-
tomatically convert existing deterministic programs to sto-
chastic arithmetic. As an extension of the UQ toolkit meth-
odology, this could conceptually be achieved by creating a
new data type for variables represented with PC expansions,
and then overloading operators to perform the proper sto-
chastic operations on these variables where needed. Such an
approach is outside the scope of this paper but will be ex-
plored elsewhere.

V. NUMERICAL RESULTS
A. Test system

This section presents some results of test problems illus-
trating the spatial and temporal convergence properties of the
developed code. Figure 2 shows the geometry considered for
these test problems, consisting of a rectangular microchannel
in which a protein U and dye D react to form a labeled
protein L. An external electrostatic potential is applied across
the system to generate an electroosmotic ow in the x direc-
tion. The unlabeled protein U has a charge of +1 versus a
charge of —1 for the dye D, so electrophoresis will move U
forward and D backward, relative to the bulk ow . For all
cases simulated in this work, an aqueous potassium phos-
phate (KH,PO,) buffer solution is considered. Therefore, the
species in the solution are the proteins U and L, the dye D,
the electrolytes H*, OH™, K as well as the components of
phosphoric acid H;PO,, H,PO, , HPOi_ , and POi_ .

As mentioned in Sec. II B, the proteins in this solution
are assumed to have a xed charge and can therefore be
integrated with Eq. (5) with a chemical reaction source term
w; according to a model irreversible labeling reaction

ky,
U+D—L. (55)

The rate constant k; in this reaction is pH dependent, given
by the following:

k= kO + dy e~ (PH—PHO) /55y (56)

The Gaussian dependence of this relationship on pH is based
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FIG. 2. (Color) Geometry for the numerical test problems: a plug of protein
U and dye D are introduced in a rectangular microchannel and react to form
a labeled protein L.

chosen in this work as k'=0.25X10°mol™'1s™!, d
=2.15%10° mol™' 1s™', pH,=7.40, and &,;=0.85. The
chemical source terms used in Eq. (5) are correspondingly

wy=wp=—w.=—k,[U][D]. (57)

The concentration of the K* ion, which is fully dissociated
and is a conserved quantity can also be integrated by Eq. (5)
directly (without a source term). Phosphoric acid, however,
is a weak acid and will dissociate according to the following
electrolyte reactions:

K

H3PO4<—1>H+ +H,PO, , (58)
Ky

H,PO, -H"+HPO} ™, (59)
K3

HPO; —H'+PO; (60)

where the K; are the corresponding dissociation constants.
As discussed in Sec. II B, an equilibrium formulation is used
for these fast electrolyte reactions. Therefore, we consider
the total concentration of this weak acid

6,=[H;P0,]+[H,PO, ]+[HPO; ]+[PO; ] (61)

whose transport equation is obtained similarly to Eq. (10) by
adding up the transport equations for all the components in
6, so the dissociation reaction source terms disappear. The
concentrations of the individual components of 6, are then
calculated as ¢;= «;0,, where the «; are calculated from the
equilibrium expressions for the dissociation reactions (58)—
(60) and can be written as a function of [H*] and the disso-
ciation constants only:

B [H+]3
3P0, T THF P+ K, [H' P+ K, K [H 1+ K,K,K5’
(62)

K [H]?
AP0, T TH P+ K, [H P+ K K [H ] +K,K,K5

on the shape of the measured pH-dependence of the rate of 63)
production of the high- uorescence-ef ciency species from

the reaction of naphthalene-2,3-dicarboxaldehyde (NDA) _ K K,[H']

with amino acids in the presence of CN™.?’ Unless stated CHPOL T TP K [H P+ K K, [H |+ K KoK
otherwise, the values for the reaction rate parameters are 149 (64)
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FIG. 3. L? norm of the difference between solutions on successive grids as
a function of the ne grid spacing dx,. The slope of the lines shows a
second-order spatial convergence rate for various species concentrations as
well as the streamwise velocity.

KKKy
PO T TH P+ K [H P+ K, K, [H )+ K KoKy
(65)

As discussed in Sec. IT A, Eq. (4) is used to model the de-
pendence of the zeta potential on pH and buffer molarity.
The concentration of the fully dissociated potassium ion,
[K"], is used for the local buffer molarity M along the
walls. The temperature is assumed constant in this work,
with all species properties and reaction rate constants evalu-
ated at 298 K.

For the computations in this paper, all parameters and
eld variables, were represented with third-order polynomial
chaos expansions. The highest order stochastic modes in the
expansions of the predicted eld variables were signi cantly
lower than the lower order modes, indicating that the third-
order expansions were suf ciently accurate.

B. Convergence with grid spacing

To test the spatial convergence rate of the code, simula-
tions of the test case described above were run on a domain
with L,=1 cm and L,=0.25 cm. The potassium phosphate
buffer solution was initialized with a uniform concentration
of 1073 mol/l and a pH of 7.25. The unlabeled protein U and
the dye D were initialized with a pro le, Gaussian in x and
uniform in y, both with a maximum concentration of 107>
mol/l at x=4 mm and a width of 1 mm. The labeled protein
concentration was initialized to zero. The electrostatic poten-
tial difference AV between the inlet and exit of the domain
was set to 10 V, creating an average eld strength of 0.01
kV/em. An uncertainty of 1% was assumed in the mobilities
of both U and D, in the labeling rate parameter pH, of Eq.
(56), and in the potential difference AV. Using third order
polynomial chaos expansions, these four uncertain param-
eters led to four stochastic dimensions with a total of P+ 1
=35 stochastic modes.

Four runs were performed, with uniform grid spacings in
x and y doubling between each run, from 3.91X107° m in
the nest grid to 3.13X 10" m in the coarsest grid (corre-
sponding, respectively, to 256X 64, 128X 32, 64X 16, and
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FIG. 4. L? norm of the difference between solutions at successive time steps
as a function of the shorter time step d¢. The slope of the lines shows a
fourth-order temporal convergence rate for various species concentrations as
well as the streamwise velocity.

32X 8 cells in xXy). Each run used the same time step of
10~* s for a total of 200 time steps. Figure 3 shows the L?
norm of the difference between the solutions for the stream-
wise velocity u as well as several species concentrations at
successive grid spacings. To monitor the spatial convergence
of the full stochastic solution, the L?> norm was calculated
over all points in space and all P+1 stochastic modes.
Clearly, the slope of the curves in Fig. 3 shows an overall
second-order convergence rate with grid spacing, consistent
with the spatial differencing scheme used.

C. Convergence with time step

The temporal convergence behavior of the code was
studied with a similar test case as in the previous section.
Referring to Fig. 2, the domain sizes were chosen as L, =2
cm and L,,=0.25 cm. The buffer initialization was the same
as in the previous case. For the unlabeled protein U and the
dye D, however, the peak concentrations were raised to 10~*
mol/l, located at x=4 mm and x =6 mm, respectively. The
electrostatic potential difference AV across the domain was
set to 2000 V, giving an average eld strength of 1 kV/em. A
slightly higher uncertainty of 2% was assumed in the mobili-
ties of both U and D, the parameters pH, and AV, as well as
the bulk kinematic viscosity. These ve stochastic dimen-
sions with third-order polynomial chaos expansions led to a
total of P+ 1=56 stochastic modes.

This test case was run for a total time of 0.5 s, with ve
different time steps, ranging in factors of 2 from 6.25
X107* s up to 1.00X 1072 s. In each case, the number of
cells was 128X 16 in xX y. Figure 4 shows the L? norm of
the difference between the solutions for the streamwise ve-
locity u as well as several species concentrations at succes-
sive time steps. The fourth-order temporal convergence rate
observed in Fig. 4 is consistent with the Runge—Kutta
scheme used in the time integration.

VI. PROTEIN LABELING IN A HOMOGENEOUS
BUFFER

To illustrate the stochastic uncertainty quanti cation
methodology, this section describes protein labeling in a
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FIG. 5. Time evolution of U and L concentrations in a homogeneous protein
labeling reaction. The uncertainty in these concentrations, due to a 1% un-
certainty in the labeling reaction rate parameters, is indicated by *3 o “er-
ror bars.”

simple homogeneous system. Figure 5 shows the time evo-
lution of the concentrations of the unlabeled and labeled pro-
tein in a homogeneous potassium phosphate buffer at a pH of
8.25. In this problem, the dye D was assumed to be present
in abundance so that the source term for the labeled protein
in Eq. (5) can be written as

wL=k[U]. (66)

The same expression as before, Eq. (56), was used for the
reaction rate, but with the following parameters: k8=0.25
X107% s7!, dy=2.15s"", pHy=9.25, and 8,45=0.85. Both
proteins U and L, as well as the dye D were assumed to have
no charge, and therefore the buffer equilibrium and pH did
not change with time. For this simulation, a standard devia-
tion of 1% was assumed for all parameters in the rate expres-
sion (56), as well as for the electrolyte dissociation constants.
Third order PC expansions were used.

The resulting uncertainty in the protein concentrations is
indicated in Fig. 5 with “error bars” that span the =3¢
range, where o indicates the standard deviation. Clearly, un-
certainty in the input parameters causes large uncertainties in
the simulated concentrations. At the point where [U]=0.5, a
standard deviation of 1% in the parameter pH, is magni ed
about 16 times in the standard deviation of [U].

Note that after about 3 s, the range of the =30 “error
bars” becomes so large that it seems to include concentra-
tions for U that are negative, which is clearly not physically
possible. However, the interval =3 ¢ around the mean value
properly represents the full range of possibilities for a certain
variable only when its probability density function is Gauss-
ian, and therefore symmetric. Figure 6 shows the probability
density function of [U], generated from its PC expansion at
various points in time. When the mean value of [U] is suf -
ciently far away from zero, this PDF has a Gaussian shape.
However, for mean values of [U] closer to zero, the PDF
becomes narrower and more skewed. This predicted uncer-
tainty properly re ects the physical system behavior where
all unlabeled protein reacts away, but its concentration can
not be negative. 151
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FIG. 6. PDF of the unlabeled protein concentration at different mean values.
As the unlabeled protein reacts away, its PDF becomes narrower and more
skewed.

VIl. PROTEIN LABELING IN A TWO-DIMENSIONAL
MICROCHANNEL

In this section, the simulation and uncertainty quanti -
cation code is used to tackle a more physically challenging
problem of protein labeling in a two-dimensional microchan-
nel. The problem setup is similar to the numerical test prob-
lems described in Sec. V. The labeling reaction is the same as
Eq. (55) with the reaction rate k; and the corresponding
source terms as in Egs. (56) and (57). Again, a charge of +1
is assumed for the unlabeled protein U and a charge of —1
for the dye D, resulting in a neutral labeled protein L.

Referring to Fig. 2, a microchannel was considered with
a length L, =1 cm and a height L,=1 mm. The potassium
phosphate buffer solution was initialized with a uniform con-
centration of 107> mol/l and a pH of 7.25. The Gaussian
pro les for the initial U and D concentrations had peak con-
centrations of 10™* mol/l, located at x=2.5 mm and x=4
mm, respectively, and a width in x of 0.75 mm. The electro-
static potential difference AV across the domain was set to
1000 V, giving an average eld strength of 1 kV/cm. An
uncertainty of 1% was assumed in the mobility of U, in the
labeling rate parameter pH,, the dissociation constant K,,
and the potential difference AV. Third-order polynomial
chaos expansions were used in the computations with a total
of 35 stochastic modes. The time step was set to 2X 10~ % s
and the domain was discretized with 512X 32 cells in x and
V.

Figure 7 shows a contour plot of the mean concentra-
tions of the proteins and dye at r=0.12 s. At this point in
time, the plugs of U and D have just met at x~4 mm, and
labeled protein is generated at the interface. Note that the
labeling reaction is fast compared to the electroosmotic and
electrophoretic transport. Consequently, U and D react as
soon as they meet, resulting in almost no overlap between
the U and D pro les, and a sharp prole for L. Since L is
neutral, it travels with the bulk convective velocity, which is
the average of the total convective velocities of U and D.
Therefore the peak value of L is always located at the inter-
face of U and D, and since L is generated in that same area,
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its peak concentration will keep increasing. At t=0.12 s, the
peak concentration for L is 1.3X10™* mol/l, which is al-
ready higher than the peak concentrations of 9.4X 10> mol/l
for U and D.

The standard deviations in the concentrations of Fig. 7
are given in Fig. 8. The highest uncertainties appear in the
reaction zone at the interface between U and D, with a maxi-
mum coef cient of variation of about 20% in the L concen-
tration. Even though Fig. 8 only shows the overall uncer-
tainty in the concentrations, a strong feature of the PC
formalism is that the contributions of the uncertainty in in-
dividual parameters to this overall uncertainty can easily be
retrieved, as explained in Sec. III. Figure 9, for example,
shows the contributions from each of the four uncertain input
parameters to the standard deviation of the L concentration,
in the area around the reaction zone, at y=0.5 mm. These
contributions were obtained with a similar analysis as in Eqs.
(27)—(32), but for the case of four stochastic dimensions and
third-order PC expansions. The total standard deviation of
[L] is given by the curve labeled “all” in this gure. This
overall standard deviation has a pro le with a double peak,
which for a single peak mean species pro le, is characteristic
of uncertainty caused by the convection velocity. When a
single peak species prole is transported by an uncertain
convection velocity, the uncertainty in the position of the
peak at a given point in time will cause the most variability
at the sides of the peak, where the pro le has a steep slope in
the x direction. At the top of the pro le, there is no concen-
tration gradient and uncertainties in peak position cause little
uncertainty in the observed concentrations at that location.

As indicated by the curve labeled “AV,” the uncertainty
in the applied electrostatic eld potential has the most domi-
nant contribution to the overall standard deviation. Since
both the electroosmotic and electrophoretic velocities are di-
rectly proportional to AV, the uncertainty caused by this
parameter naturally shows a double peak, characteristic of
convection velocity uncertainty. Similarly, the parameter By
affects the electrophoretic transport of the reactant U and its
resulting contribution to the standard deviation of [L] also
has a double peak, albeit smaller than the AV contribution.

The contribution of parameter pH, also shows a double
peak, but with its center located on the left side of the [L]
pro le, where the gradient of [L] in x is very steep. The
steepness of the [L] pro le in that area is largely determined
by the speed of the labeling reaction compared to the con-
vection speed, with a faster reaction rate leading to a sharper
increase in [L]. With the pH in this area between 7.0 and 7.1
(not shown), Eq. (56) predicts signi cant variability in & for
changes in pH,. So the uncertainty in pH, mainly affects the
slope of the [L] pro le on the left side, consistent with the
observed contribution of parameter pH, in Fig. 9.

Figure 9 further shows more minor contributions, from
the dissociation parameter K, and from the coupled terms.
Even though their contribution is small in this case, those
coupled terms are interesting from a theoretical point of
view, as they represent coupled effects of independent pa-
rameters. In the current gure, those terms represent the sum
of three different coupled effects: the coupled effect of AV
and By, of AV and pH,, and of AV and K.
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As time goes on and the U and D plugs cross each other,
nearly all U and D are consumed in the labeling reaction. At
t=0.50 s, only labeled protein L remains, with its mean con-
centration and standard deviation as shown in Fig. 10. The
maximum mean concentration of L at this point in time is
2.4%10™* mol/l in the center of the channel, and about 3.2
X 10~* mol/l near the walls. So the L concentration is up to
three times as large as the initial U and D concentrations.
The standard deviation in L, as shown in the bottom plot of
Fig. 10, is very large near the wall, with maximum values up
to 10°* mol/l and coefcients of variation up to 100%.
Again, the standard deviation in [L] exhibits the double peak
near the centerline, which is characteristic of uncertainty
caused by the convection velocity.

What is particularly signi cant though, is the major dis-
tortion of the L plug, as opposed to the straight pro le ob-
served at early times. This distortion is caused by the distur-
bance of the buffer electrolyte, in response to the movement
and annihilation of the charged protein U and the dye D. To
explain why this is physically happening, consider Fig. 11,
which shows the mean and standard deviation of the electri-
cal conductivity o of the electrolyte solution at r=0.50 s.
Because two charged molecules are used up for every new
labeled protein, the area around the L plug has a reduced
concentration of ions, with a mean electrical conductivity of
almost a third lower than in the undisturbed buffer. Upstream
of the L plug, the electrical conductivity shows some smaller
uctuations, which stem from shifts in the buffer equilib-
rium. Since the buffer ions are primarily negatively charged,
those disturbances travel slower than the labeled protein
plug. The bottom plot of Fig. 11 shows that the highest un-
certainties in the electrical conductivity are found around the
L plug, near the center and especially at the walls.

The large spatial variations in the electrical conductivity
in turn cause nonuniformities in the electrical eld strength,
as shown in Figs. 12 and 13. Near the L plug, the mean
electrostatic eld strength in the x direction reaches a value
up to 40% higher than in the undisturbed ow . This increase
strongly affects the local electroosmotic and electrophoretic
velocities, causing an increased wall velocity, leading to the
observed distortion of the L plug. The largest uncertainties
are again found near the L plug, with maxima up to 10%.
Even though the initial eld strength in the y direction was
zero, Fig. 13 shows that this y component is quite signi cant
at t=0.50 s. The magnitude of this eld strength is up to
15% of the initial, streamwise electrostatic eld strength for
the mean value. Even though this y component does not af-
fect the electroosmotic ow velocity directly, it does provide
electrophoretic ion transport in the wall-normal direction,
which can further distort sample pro les.

As indicated by Eq. (3), the electroosmotic wall velocity
depends on both the local electrostatic eld strength and ¢
potential, which in turn depends on the pH and the buffer
molarity, as modeled by Eq. (4). Since all these variables are
disturbed by the charged protein movement and annihilation,
the electroosmotic wall velocity varies in the streamwise di-
rection. These wall velocity changes in turn cause pressure
gradients and local recirculation zones, as indicated by the

152 velocity elds in Figs. 14 and 15. Figure 14 shows the
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FIG. 7. (Color) Mean concentrations of proteins U, L, and dye D at ¢
=0.12 s. U and D just met and L is produced at their interface. The values
of the contour levels go linearly from 0 (blue) to 1.3X 104 mol/l (red). In
this gure, as well as in all subsequent contour plots, the full physical
domain is shown, from 0 to 1 cm in x and from 0 to 1 mm in y.

FIG. 8. (Color) Standard deviation of the protein and dye concentrations at
t=0.12 s. The values of the contour levels go linearly from 0 (blue) to
1.1X107° mol/l (red). The largest uncertainties are found in the reaction
zone.
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FIG. 9. Major contributions of individual input parameters to the overall
standard deviation in [L] in the area around the reaction zone at 1=0.12 s,
y=0.5 mm. The uncertainty in the applied voltage potential “A )’ has the
most dominant contribution to the overall standard deviation in [L].

FIG. 10. (Color) Mean (top) and standard deviation (bottom) of the labeled
protein concentration L at /=0.50 s. The initially at proles are now se-
verely distorted. The values of the contour levels go linearly from 0 (blue) to
3.2X107* mol/l (red) in the top plot and from 0 (blue) to 10™* mol/l (red)
in the bottom plot.
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FIG. 11. (Color) Mean (top) and standard deviation (bottom) of the electri-
cal conductivity of the electrolyte solution at 7=0.50 s. Annihilation of ions
in the labeling reaction results in a signi cantly lower mean electrical con-
ductivity near the L plug. The values of the contour levels go linearly from
7.1X107% S/m (blue) to 1.3X 1072 S/m (red) in the top plot and from 0
(blue) to 1.5X 1073 S/m (red) in the bottom plot.

FIG. 12. (Color) Mean (top) and standard deviation (bottom) of the electri-
cal eld strength in the x direction at #=0.50 s. Near the L plug, the mean
streamwise electrical eld strength is about 40% higher than in the undis-
turbed ow . The values of the contour levels go linearly from 91.4 kV/m
(blue) to 146 kV/m (red) in the top plot and from 0.20 kV/m (blue) to 13
kV/m (red) in the bottom plot.
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FIG. 13. (Color) Mean (top) and standard deviation (bottom) of the electri-
cal eld strength in the y direction at #=0.50 s. The magnitude of the mean
of this eld strength is up to 15% of the initial eld strength in the x
direction. The values of the contour levels go linearly from —16.3 kV/m
(blue) to 16.3 kV/m (red) in the top plot and from 0 (blue) to 5.8 kV/m (red)
in the bottom plot.
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FIG. 14. (Color) Mean (top) and standard deviation (bottom) of the stream-
wise velocity at t=0.50 s. The local increase in the electroosmotic wall
velocity leads to recirculation zones near the L plug. The largest uncertain-
ties are found near the wall. The values of the contour levels go linearly
from 6.8 mm/s (blue) to 9.1 mm/s (red) in the top plot and from 5.6
X 1073 mm/s (blue) to 0.59 mm/s (red) in the bottom plot.

FIG. 15. (Color) Mean (top) and standard deviation (bottom) of the wall-
normal velocity at #=0.50 s. The mean of this velocity has a magnitude of
up to 6 % of the initial streamwise velocity. The values of the contour levels
2o linearly from —0.56 mm/s (blue) to 0.56 mm/s (red) in the top plot and
from 0 (blue) to 0.26 mm/s (red) in the bottom plot.
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streamwise velocity eld, which has a mean wall velocity
that is up to 20% higher near the L plug. The wall-normal
velocity eld shows positive and negative velocities near the
L plug, with magnitudes up to 6% of the initial streamwise
velocity.

Clearly, the recirculation zones in the ow eld will dis-
tort initially at sample pro les. This increases the hydrody-
namic dispersion, on top of the electrokinetic dispersion
caused by nonuniformities in the electrophoretic transport.

VIIl. CONCLUSIONS

In this paper, a detailed physical model for microchannel
ows was presented to study protein labeling reactions in an
electrolyte buffer. The model incorporates the coupled nature
of momentum transport, species transport, and the electro-
static eld as well as a full representation of the electrolyte
buffer reactions and the dependence of the { potential on the
local buffer properties. A stochastic uncertainty quanti ca-
tion method was developed to propagate uncertainty from
the input parameters in the model to the simulation results,
using polynomial chaos expansions for the uncertain model
parameters and eld variables.

Application of the model was illustrated in light of simu-
lations of protein labeling reactions in homogeneous systems
as well as two-dimensional electroosmotically driven micro-
channel ows. For the two-dimensional case, the simulation
showed the impact of ion movement and subsequent buffer
disturbances on the electrokinetic and hydrodynamic disper-
sion of sample plugs in the channel. The uncertainty in the
results was primarily due to uncertainty in the applied volt-
age across the channel, with smaller contributions from the
parameters in the labeling reaction rate as well as species
properties.

Overall, the detailed physical model that was imple-
mented in this work, allows the simulations of microchannel
ows providing in-depth understanding of the transport and
dispersion of protein sample plugs. In combination with this
model, the stochastic uncertainty quanti cation method pro-
vides a powerful way to assess the impact of uncertain model
input parameters on the uncertainty of the simulation results.
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Computational Study of Band-Crossing Reactions

Alain Matta, Omar M. Knio, Roger G. Ghanem, Chua-Hua Chen, Juan G. Santiago, Bert Debusschere, and
Habib N. Najm

Abstract—A numerical study of band-crossing reactions is con-
ducted using a quasi-one-dimensional (1-D) computational model
that accounts for species bulk advection, electromigration veloci-
ties, diffusion, and chemical reaction. The model is used to simu-
late chemical reactions between two initially distinct sample zones,
referred to as “bands,” that cross each other due to differences
in electromigration velocities. The reaction is described in terms
of a single step, reversible mechanism involving two reactants and
one product. A parametric study is first conducted of the behavior
of the species profiles, and results are interpreted in terms of the
Damkohler number and of the ratios of the electromigration ve-
locities of the reactant and product. Computed results are then
used to explore the possibility of extracting forward and backward
reaction rates based on time resolved observation of integral mo-
ments of species concentrations. In particular, it is shown that in
the case of fast reactions, robust estimates can be obtained for high
forward rates, but that small reverse rates may not be accurately
observed. [934]

Index Terms—Binding Kinetics, electrochemical processes, elec-
tropheretic band crossing, microfluidics, on-chip analysis.

I. INTRODUCTION

ICROFLUIDIC devices have been successfully applied
Mto the analysis of chemical and biological systems.
These systems provide many advantages over the conven-
tional biochemical lab analysis, including improved speed
and reproducibility, greatly reduced reagent consumption and
fabrication cost [1]. Microfluidic devices have in particular
been used to quantify a variety of physical parameters [2],
including measurements of molecular diffusion coefficients [3],
enzyme reaction kinetics [4], [5], and fluid viscosity [6]. Other
applications include immunoassays [7]-[9], DNA analysis
[10], cell manipulation [11], and capillary electrophoresis [12].

One important class of microfluidic applications concerns
kinetic measurements, which provide concise rate expres-
sions that can be used to predict yield, optimize designs,
and to provide insight into relevant molecular processes. For
example, Hadd et al. [4] describe on-chip enzyme assay of
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Fig. 1. Schematic illustration of band-crossing reactions, showing the initial
structure of reactant bands A and B.

beta-galactosidase [4]. Their work clearly showed that the
utility of these devices can be extended from the concept
of only performing separations to the idea of integrating a
complete analysis system. Reagent mixing and transport were
accurately controlled by electrokinetic means. Enzyme reaction
kinetics were obtained by altering the substrate concentration
and measuring the product concentration. Similarly, Chiem et
al. [8] demonstrated an integrated immunoreactor with elec-
trophoretic separation for serum theophylline determination.
In this work, all operations required by the immunoassay like
mixing, incubation, separation and detection were automated
on the chip.

An important challenge in the design of high throughput
microfluidic systems concerns the relatively low diffusion
rates of many species of interest, particularly macromolecules.
Specifically, since characteristic lengthscales are small, the flow
is laminar and mixing is generally diffusion-limited, requiring
large times for substantial progress of chemical reactions.
Consequently, various efforts have been directed at enhancing
mixing rates in microfluid devices [13], [15]. Multilamina and
splitting techniques are common examples of mixer designs.
Mixing induced by lateral transport [13], [14] and electrokinetic
instability [15] have also been recently reported.

One attractive alternative to diffusion-controlled reaction
is electrophoretically mediated microanalysis (EMMA) [16],
[17], which we also refer to as the on-chip electrophoretic
band-crossing system [18]. As schematically illustrated in
Fig. 1, the setup consists of the simultaneous introduction of
two reactive species having different electrophoretic mobilities
into a microchannel. The flow is then driven electrokinetically
so that the species with the higher electromigration velocity
will cross and eventually overtake the one having slower elec-
tromigration velocity. Thus, the mixing times are controlled by
differences in electromigration velocities, and this distinguishes
the present technique from approaches based on fluid stirring,
where mixing times are diffusion limited. Since the reactant
bands have small width and the electromigration-limited
mixing rates are high, this enables rapid observations of fast
reactions. The band crossing technique is particularly useful in
situations where the fluorescent signal strength of a reaction

1057-7157/04$20.00 © 2004 IEEE
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product is low, and a substantial amount of reactants is conse-
quently required for a successful experiment. This in contrast
rapid mixing schemes which rely on thin lamination of reactant
streams in order to minimize diffusion times [19].

Mathematical [17], [20], [21] and computational [22], [23]
models describing the behavior of the EMMA experiments are
now well established. The present work builds on prior results
by 1) conducting a systematic analysis on the role of various
operating parameters such as electromigration velocities, reac-
tion rates and initial concentrations, 2) exploiting the results to
establish essential trends and to express these trends in terms
of a reduced set of dimensionless parameters, and 3) applying
the computations to explore the possibility of extracting kinetic
rate constants based on measurements of species concentration
profiles. As outlined in Section II, we rely on a quasi-one-di-
mensional (1-D) model that accounts for species advection and
electromigration, reaction and diffusion. Brief dimensional ar-
guments are then introduced in Section III in order to charac-
terize specific flow conditions. Section IV highlights selected
results from a detailed parametric study of the effects of reac-
tion rates, differences in electromigration velocities and initial
concentrations. An analysis of extraction rate methodologies on
basis of integral moments of concentration profiles is then pre-
sented in Section V. Major conclusions are summarized in Sec-
tion VL.

II. FORMULATION AND NUMERICAL SCHEME

As mentioned in the introduction, we rely on a quasi-1-D,
advection-diffusion-reaction design model. The formulation re-
flects the idealized situation of a dilute solution evolving in a
uniform, electrokinetically driven plug flow, and thus inherently
ignores dispersive effects that may arise due to unwanted ex-
ternal pressure differences, spatial variation in wall mobility, or
spatial variations in electrical conductivity. We consider the evo-
lution of three chemically interacting species using a first-order,
finite-rate, reversible reaction of the form

A+ B+—C (1)
with a chemical rate term given by
Ry=Rp=—R¢c = —k‘fCACB + krco 2)

where the 2 denotes the rate of production, k¢ and k,. denote the

forward and backward rates, respectively. The indexes A and 3

denote the reactants while C refers to the reaction product.
Under the idealized conditions outlined above, the conserva-

tion equations for the three reacting species can be expressed as

(23]

0(1,1

0(1,‘
25
o TV,

02(1,1

o2

+R;,, i=ADB,C 3)
where ¢;, u; and 1; denote the molar concentration, electromi-
gration velocity, and mass diffusivity of species 7, respectively.

In the computations presented in Section IV, (3) is simulated
using a finite difference scheme that is based on a cell-cen-
tered discretization of the concentration fields on a fine, uni-
form mesh of cell size Az. Spatial derivatives are approximated
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using a second-order, centered-difference discretization, and the
discrete equations are advanced in time using the second-order
Adams-Bashforth scheme. Inflow/outflow conditions are used
at the left/right domain boundaries.

III. SCALE ANALYSIS

While the dimensional form of the governing equations is
used in the simulations, a brief scale analysis is conducted in
this section in order to characterize the solutions. As mentioned
earlier, the present study is motivated by a desire to determine
rates of reaction in a dilute solution involving proteins having
low molecular diffusion coefficients. Thus, molecular diffusion
effects are expected to be small, so that the rates of reaction are
dominated by electrokinetic and chemical time scales. (For the
presently considered regime, diffusion time scales are smaller
than crossing time scales by at least three orders of magnitude.)
Below, we provide estimates of these time scales, the ratio of
which yields a Damkdohler number.

A. Electrophoretic Crossing Time Scale

Let w denote the initial widths of species A and I3 (see Fig. 1).
The relevant time scale for band crossing may be estimated from

- w
cr = AU/AB

where Auap = wa—up > 0. The convention we have adopted
is that species A with electromigration velocity .4, is the faster
migrating species, which overtakes species I3 having electromi-
gration velocity up.

t 4

B. Chemical Time Scale

In order to derive a suitable chemical time scale, we will as-
sume for the moment that the crossing time is fast and conse-
quently consider that the two bands are brought together instan-
taneously. Thus, we focus on a quasi-OD problem where the ini-
tial mixture relaxes to equilibrium. In this limiting case, the rel-

evant concentrations are the initial peak concentrations ¢ and
0

cp-
An exact solution to this pure chemical problem can be de-

rived. Since this solution suggests an interesting diagnostic ap-
proach, a few details are provided. We use subscripts {1,2,3} to
denote species {A,B,C}. In the absence of transport, the gov-
erning equation for concentration reduces to

dCl

— = —krcieo + ks, 5

L fFC1C2 rC3 (5)
Let §(¢) denote the amount of reactants consumed by the re-
action over the interval [0, ], and A denote the steady-state or
equilibrium value of §; we have

ea(t) = B—6(1),
Substitution of (6) into (5) yields

dé
7= ke — ke — 8 [kyp () +c3) + k] + k8% (D)
We will later discuss how (7) may be used to diagnose band-

crossing data.

c(t) = &4 —6(1), ca(t) = S+6(t) (6)
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At steady state, we have d6/dt = 0, which gives
ad®> —bS+c¢=0 (8)

where a = kf, b = k(< + c3) + k., and ¢ = ke — k,.c5.
The solution is given by
b— Vb2 — 4ac

A=——pi— ©

Letting ¢(¢) = A — &(¢), we have

1 dq a dg

2aA—b g 2aA —baqg — (2aA —b) =—d

(10)

with initial condition ¢(0) = A. The exact solution is given by

o

a — Bexp(—t) (i

q(t) =
where v = 2aA — b = —/b2 —4acand = (b — aA)/A.
As expected, ¢ vanishes at steady-state since v < 0, and this is
reflected in (11) above.

This suggests that an appropriate timescale, 7, for the reaction
is such that g(7) = A/e, which gives

al — ey
ZAN ’

1
T=——1In
Y

(12)
Note that 7 depends on the initial concentrations c?, cg and, if
initially present, c3.

Also note that the above definition of 7 differs from the usual
definition of the chemical time scale based on the eigenvalues
of .J, the Jacobian of the chemical source term. For the present
reaction mechanism, we have

. —krea —kper kK
dRL fFe2 Fid! T
J= 5. = —kfea —kjer ks (13)
< ko  kper  —ky
J has a single nonvanishing eigenvalue A = —ks(c1 +¢2) — k.,
giving the following timescale:
1 1
= (14)

A~ k(e + o) + kn

which, unlike 7, does not depend on the initial concentration of
the product, 3. However, one can readily verify that for condi-
tions near equilibrium, 7 and 7’ coincide; this agreement was
in fact behind the selection of the 1/e decay rate in A. In the
analysis below, we will exclusively rely on the chemical time
scale definition in (12), as it accounts for the overall nonlinear
behavior of the system.

C. Damkohler Number

The estimates above enable us to define a Damkohler number

for (15)

T

Da

In order to control Da one can either alter the initial concen-
tration levels (i.e., control 7), or change the electromigration
velocity (i.e., control £..). The latter can be achieved either by
changing the electric field strength or, to the extent possible, by

altering w and/or the mobility of individual species. Note, how-
ever, that the possibility of experimentally controlling 7 and £,
is subject to constraints that limit the range of electromigration
velocities and the range of concentration values. For ¢, the pri-
mary restriction comes from a limitation on the electric field,
which should not be so high as to cause significant Joule heating.
For 7, one needs to ensure that the concentration remains high
enough to fall within detection limits, but not so high as to re-
quire a highly concentrated initial mixture.

IV. BEHAVIOR OF SOLUTIONS

A detailed parametric study was conducted of the effects of
electromigration velocities, rate parameters, and initial reactant
concentrations. The effects of electromigration velocity were
analyzed by systematically varying 4. For each value of w4,
a two-parameter family of solutions was considered, by setting
up = auy and uec = Puy. The parameter o was varied in-
dependently, and for each «, five values of 3 were considered:
1) # = 0, where the electromigration velocity of the product
vanishes, 2) 3 = a/2, i.e., the electromigration velocity of the
product (uc ) is half that of the slower reactant (u5), 3) 8 = «,
where uc = up,4) 8= (1+a)/2, where uc = (ua+up)/2,
and 5) # = 1, where u¢c = u 4. Meanwhile, the initial concen-
trations of the reactants and the values of the rate constants were
also systematically varied. In all cases, the width of the initial
reactant bands, w, was held fixed, with concentration profiles
described by sixth-order Gaussian profiles of the form

66
@ =low (-5 ). i=an

w

where C? is the initial peak concentration and £ is a shifted
spatial variable centered at the peak. The high-order Gaussian
was selected because it mimics a top-hat profile with smooth
tails, as can be appreciated from the results below. In all cases,
w = 50 pm, the diffusivity I = 3 X 1010 mz/s, the initial
product concentration vanishes identically (i.e., cOC = 0), and
the computational domain is 3-mm long. A systematic study
was also conducted of the effect of the discretization parameters.
This study showed that for range of parameters of interest, a fine
mesh with Az = 0.2 pm and a time step At = 10 ps were
sufficient for accurate predictions. These values are used in the
computations presented below.

Selected cases from the detailed parametric study are pre-
sented in this section. As summarized in Table I, we focus our
attention on six cases. In cases 1-4, the electromigration ve-
locity of the reactants is held fixed, while that of the products is
varied. Thus, as shown in the table, the Damkohler number and
« are held fixed, respectively Da = 33 and o« = 0.25, while 3
is varied. In case 5, « is increased to 0.5, resulting in a higher
Damkdhler number Da = 49. In case 6, the initial peak concen-
tration of the reactants is reduced, leading to a lower Damkohler
number Da = 2.

Fig. 2 depicts the evolution of the reactants’ concentration
profiles for case 1 (see Table I). The results illustrate how the
two bands approach each other in the early stage of the compu-
tation. Due to weak molecular diffusion effects, before the two
bands overlap, there is little change in the peak concentration of
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TABLE 1

SELECTED INPUT CASES. SHOWN ARE VALUES OF THE ELECTROMIGRATION
VELOCITIES (mm/s), INITIAL REACTANT CONCENTRATIONS (mM), FORWARD
REACTION RATE (M~*s~1), AND BACKWARD REACTION RATE (s~ 1).
ALSO SHOWN ARE THE DIMENSIONLESS PARAMETERS v AND /3 AS
WELL AS THE DAMKOHLER NUMBER, Da

Case [[ua | up | uc | CY | C} ky k. o B |Da
1 3 | 0.75 0 3. 5. 4x10% [ 0.1 0.25 0 33
2 3 1075|0375 a. 5. 4x10% [ 0.1 | 0.25 | 0.125 | 33
3 3 |075] 0.75 5. 5. | 4x10% 0.1 025 0.25 | 33
4 3 |075 | 1.875 | 3. 5. | 4x10% 0.1 | 0.25 | 0.625 | 33
5 3 1.5 1.5 5. 5. [ 4x10%| 0.1 0.5 0.5 49
6 30075] 075 10.25]0.25 | 4x10% | 0.1 | 0.25 | 0.25 2

A and B. For these conditions, the peak concentrations of A and
B decrease rapidly when the two bands overlap, and by the time
the bands separate, the peak concentrations drop by approxi-
mately a factor of 20. As shown in Fig. 2(d), after separation
the reactant profiles are no longer symmetric and slight differ-
ences in the peak concentrations of A and B can be observed.
The profiles exhibit a double hump structure with a strong pri-
mary peak that leads a weak local maximum. The behavior of

the reactants concentration profiles for cases 2—4 was found to
be qualitatively similar to that of Case 1; the corresponding plots

are consequently omitted.

Fig. 3 shows instantaneous profiles of C'4 and Cp for case
5. As shown in Table I, for this case, 3 has been increased to
0.5, which results in an increased crossing time scale and, con-
sequently, a larger Damkohler number. The results indicate the
profiles of C4 and C'p behave in a qualitatively similar fashion
as in case 1 (Fig. 2). However, for case 5, there is an even more
substantial reduction in the peak values of C4 and Cp, which
drop by approximately a factor of 30 during the crossing. As
further discussed below, this suggests that the overall rate of
progress of the reaction is larger as Da increases.

As shown in Table I, the electromigration velocities for case
6 are the same as in case 3, but the initial concentrations of
A and B have been reduced by a factor of 20. This results in
a significant drop in the Damkohler number, from Da = 33
in case 3 to Da = 2 in case 6. Instantaneous profiles of C 4
and Cp for case 6 are plotted in Fig. 4, using the same time
intervals as in Fig. 2. The plots show that for case 6, the behavior
of the reactants’ profiles differs significantly from that of the
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previous cases. Specifically, the concentration profiles develop
a weak asymmetry and, unlike the profiles in Figs. 2 and 3, do
not exhibit a secondary trailing peak. An additional distinctive
feature is the prolonged coexistence of C4 and Cp during the
crossing [see Fig. 4(b)]. As expected, for this reduced value of
Da, the drop in the peak concentrations of A and D is rather
weak, approximately a factor of 3.

The effects of electromigration velocities and Damkd&hler
number can also be observed in Fig. 5(a)—(f), which depicts
the evolution of product concentration profiles for cases 1-6,
respectively. As shown in Table I, for cases 1-4, Da and the
electromigration velocities of the reactants are held fixed, while
ue 1S systematically varied by increasing .. For o = 0, ue
vanishes so that the product concentration profiles does not
propagate. As shown in Fig. 5(a), at the beginning of band
crossing (¢ = 50 ms) the product concentration profile exhibits
a sharp leading front, followed by a smoothly decaying tail.
As the reaction proceeds, the leading front becomes smoother,
eventually giving the profile a nearly symmetric shape. For the
present case (uc = 0), the product concentration profile has
an appreciably smaller peak and larger width than the initial
reactants’ profile.

A similar behavior is observed in Fig. 5(b), which depicts the
evolution of ¢¢ for case 2, where uc = wu /2. However, one
can observe that for this case the final profile has smaller width
and higher peak than in case 1. Furthermore, unlike case 1, the
Cc profile is no longer stationary, but translates to the right with
the product electromigration velocity .

The trends noted above can also be observed for case 3, where
uc = up. In particular, as shown in Fig. 5(c), the product
concentration profile for case 3 has slightly larger peak and is
slightly thinner than in the previous cases. In particular, for case
3 the peak product concentration following the band crossing is
close to that of the initial reactants profiles.

When u¢ is equal to the average of v 4 and up (case 4), a
peculiar behavior is observed. As shown in Fig. 5(d), a very
narrow profile with a pronounced peak is observed. Note that
the peak concentration is more than 4 times higher than ini-
tial peak of the reactants profiles. Thus, in the present situa-
tion the product tends to accumulate at a single spatial position
that moves with the average velocity of the reactants. We fi-
nally note that, if u¢ is increased further then the presently ob-
served “focusing” effect is greatly diminished. In these cases,
ie. uc > (ua + up)/2, the product concentration resembles
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those in Fig. (5a)—(c); the corresponding results are therefore
omitted.

Fig. 5(e) shows instantaneous product concentration profiles
for case 5. Compared with case 3, in case 5 the velocities w53
and uc have been doubled. This results in a longer crossing
time scale and consequently a larger Damk&hler number. As
can be seen in Fig. 5(c) and (e), however, these changes appear
to have little impact on the shape of the product concentration
profiles. While interaction times evidently differ, in both cases
the profiles develop similar widths and peak values.

Finally, concentration profiles for case 6 are shown in
Fig. 5(f). As shown in Table I, the electromigration velocities
are identical in cases 3 and 6, but the initial reactants concen-
trations are substantially lower in case 6. As a result, in the
latter case the Damkohler number is significantly lower. The
reduction in Damkohler number appears to have little impact
on the shape of the profiles, but does have a noticeable effect
on the rate of progress of the reaction. Specifically, in case 3
the peak product concentration is nearly equal to the initial
reactants’ peak, while the peak product concentration in case 6
is noticeably lower.
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The above results indicate that the behavior of the concentra-
tion profiles can be essentially characterized by the Damkdohler
number, and by the ratio of the electromigration velocity of the
product with respect to the mean of the reactants electromigra-
tion velocities. The trends with these two parameters, briefly
illustrated above for selected cases, were in fact observed for
a wide range of electromigration velocities, rate constants, and
initial concentrations.

In order to briefly illustrate the above claims, we compute
two measures that characterize the progress of the reaction:
a global measure G defined by

B [ coda
g = m;:;l.x m (16)
and a local measure P given by
/max t
P = max —C (17)

B =0y

max

Here, ¢3™ and ¢&™ denote the peak instantaneous values
of the concentrations of A and C, respectively. Note that G
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normalized by the initial peak of the concentration profile
of A. Thus, it reflects the tendency of the peak product
concentration to be larger or smaller than the initial peak
of the reactants.

can be interpreted as “chemical conversion efficiency” since
it corresponds to the peak fraction of moles of A that are
converted into moles of C by the chemical reaction. On the other
hand, P corresponds to the peak spatial product concentration
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Fig. 6(a) shows the dependence of G on the Damkohler
number. Plotted are curves generated for § = 0, «/2
and (1 + «)/2, and for Damkohler numbers in the range
1 < Da < 33. The figure shows that the three G versus
Da curves collapse onto each other, supporting the earlier
claim that the overall conversion of reactants into products
is governed by the Damkohler number, and is essentially
independent of the ratios of electromigration velocities. Note
that the curves for G are monotonically increasing, from about
45% at low Da to about 98% at higher Da. Thus, as observed
earlier, consumption of the reactants increases with increasing
Damkéhler numbers.

Meanwhile, as shown in Fig. 6(b), distinct 7 versus Da curves
are obtained for each value of 3. For all three values of (3, the
curves increase monotonically with Da. For # = 0 and «/2, the
curves saturate for Da, > 10, while for 3 = (1 + «)/2 substan-
tial variation is observed throughout the range considered. The
largest values of P are achieved when 3 = (14 «)/2, i.e. when
the product electromigration velocity is equal to the average of
the electromigration velocities of the reactants. In particular, for
this value of 3, P is substantially larger than unity at high Da;
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this indicates that in this regime the peak product concentration
is several times larger than the peak reactant concentration.

We finally note that the results in Fig. 6 are consistent with
earlier observations of the behavior of the concentration pro-
files, and their dependence on relevant parameters. In addition,
the results enable us to generalize previously observed trends to
a wider range of operating conditions.

V. ESTIMATION OF RATE CONSTANTS

We now explore the possibility of extracting reaction rates
from the evolution of concentration profiles. This exercise is
motivated by optical measurements of species concentrations,
which give spatial profiles at selected time intervals [24]. In
many cases, the impact of experimental noise may be reduced
by analyzing moments of the profile instead of local values.
In this section, we examine two different means for exploiting
such integral measures. In the first approach (see Section V-A),
concentration profiles of both reactants and of the product are
assumed available. A different scenario is considered in Sec-
tion V-B, which involves interrupting the electric field once the
bands overlap. For this scenario, an alternative means of es-
timating chemical rate constants is considered which only as-
sumes that the reactants’ concentration profiles are measured.

A. Multiple Measurements

When the concentrations of both reactants and of the product
are simultaneously measured, a simple approach can be imple-
mented to deduce the reaction rates. Specifically, by integrating
(3) over the domain or, in the case of experimental measure-
ments, over a sufficiently wide window, the transport (convec-
tion, electromigration and diffusion) terms drop out, and one

obtains
Il(t)E@/Clz—k‘f‘/clcg—i-k‘r/(?g.

If the signals for I;(¢), [ cice and [ c; are available, then one
can perform a straightforward least-squares regression of the

form
I:—A/Clcz—l—B/Cg

to determine unknown coefficients A and 3. These can be im-
mediately identified with k£, and k.. In particular, based on the
computed results for case 3 we obtain A = 3.99 x 10° and
DB = 0.088. These values are in very good agreement with the
rate parameters used as input. Similar experience was observed
for other cases considered; the corresponding results are there-
fore omitted.

(18)

19)

B. Interrupted Flow Experiment

In many situations, simultaneous measurement of all three
species concentrations is either not possible or excessively dif-
ficult. In this section, we explore the possibility of deducing re-
action rates with fewer experimental signals. Specifically, we
consider what we call an “interrupted flow” experiment, which
consists of first driving the reactants so that they overlap and
then suddenly switching off the electrokinetic pumping (see also
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[16], [17]). The advantage of this approach is that, in the param-
eter regime of interest, once the flow is interrupted, the evolu-
tion of the concentration fields is primarily dominated by the re-
action and only weakly affected by diffusion. The assumptions
will be verified based on simulation results below.

The simulation conditions are the same as those in the pre-
vious section. However, once the reactants overlap, all velocities
are suddenly switched to zero. The reactant concentration pro-
files at the time the flow is interrupted are shown in Fig. 7. This
mimics the sudden interruption of the electric field since, due
to the very low Reynolds number and the absence of a driving
pressure gradient, the bulk velocity decays rapidly to zero.

We start by examining the effects of diffusion on the evolu-
tion of the concentration field. In Fig. 8, we contrast the com-
puted values of 6(¢) and ¢(%) at the location of the peak reactant
concentration (see Fig. 7) to the analytical solution for a purely
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Comparison of analytical (dashed) and numerical (solid) results for 6(t) and ¢(t).

reactive system [see (11)]. The results show that the two predic-
tions are in reasonably close agreement, indicating that for the
present set of conditions diffusion has a small effect on the evo-
lution of 7 and & throughout the decay period.

Combined with the weak effect of diffusion, the absence of
advective or electromigration effects then offers the following
possibility of extracting the reaction rates. From (7) we have

dé

i krcded —kpcy — 6 [k'f (c? + cg) + k'r] + k8% (20)

Integrating over a fixed, sufficiently large window, we have:
B e > (00
= de =k, [ 6dz+ ks | [67— (] + ) 6] da

+/ [k'fc?cg — k'rcg] dz (21)
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which can be rewritten as

ds

— :—A5+B/ [ — (2 + Q) s]de+C  (22)

where § = f 6dzx. Thus, if time resolved measurements evolu-
tion of one reactant concentration are performed, and the “ini-
tial” concentration of the other reactant is also measured, one
can determine the coefficients A, I3, and C by linear regression
(least-squares) from the data. Comparing (21) and (22), one can

immediately identify the coefficients A and B with the back-
ward rate and forward rate, respectively.

0.08 0.1

0.12
Time(sec)

TABLE 1I
LEAST-SQUARES INTERPOLATION RESULTS USING THE ANALYTICAL
SOLTUTION FOR A PURELY REACTIVE SYSTEM
Coeflicients ts = 50AL ts = 26At
A 0.1002 0.1000
B 4.0000x10% | 4.0000x10°
C 4.3363x1076 | 4.3363x10°¢

Note, however, that unlike the approach of the previous sec-
tion, the present approach is only approximate, and its success
hinges on situations where Da is not so large that the reactants

are consumed very quickly (see Fig. 6), before one can inter-
164

319



320

JOURNAL OF MICROELECTROMECHANICAL SYSTEMS, VOL. 13, NO. 2, APRIL 2004

TABLE 1II

LEAST-SQUARES INTERPOLATION RESULTS FOR DIFFERENT SAMPLING TIMES ¢, USING THE COMPUTED SOLUTIONS. SHOWN ARE RESULTS OBTAINED WHEN
MOLECULAR DIFFUSION ACCOUNTED FOR (D # 0) AND WHEN IT IS IGNORED (D = 0). I N THE PRESENT CASE, ESTIMATES OF d&/dt ARE OBTAINED FROM A
CENTERED DIFFERENCE APPROXIMATION USING THE COMPUTATIONAL TIME STEP At

Coefficients D=0 D#£0
ts = b0AL ts = 25A¢ ts = 10At ts = H0AL ts = 25At ts = 10At
A 0.1012 0.1011 0.1023 0.275 0.2712 0.2676
B 4.0000x10% | 4.0000x10% | 3.9999x10% || 3.9963x10% | 3.9964x10% | 3.9965x10°
C 1.2970x1078 | 1.2970x 1076 | 1.2970x1078 | 1.2969x1076 | 1.2969x 106 | 1.2969x10-6
TABLE IV

LEAST-SQUARES INTERPOLATION RESULTS FOR DIFFERENT SAMPLING TIMES ¢, USING THE COMPUTED SOLUTIONS. SHOWN ARE RESULTS OBTAINED WHEN
MOLECULAR DIFFUSION ACCOUNTED FOR (D # 0) AND WHEN IT IS IGNORED (D = 0). IN THE PRESENT CASE, ESTIMATES OF dé/dt ARE OBTAINED FROM A
CENTERED DIFFERENCE APPROXIMATION USING THE SAMPLING TIME #,

Coeflicients D=0 D#0
ts = BOAZ te = 26At s = 10A? s = BOAL ts = 256At ts = 10At
A 3.7046 1.0067 0.2532 3.9915 1.2094 0.4247
B 3.8619x10% | 3.9661x10% | 3.9944x10% || 3.8537x10% | 3.9613x10° | 3.9908x10°
C 1.2732%107% | 1.2913x1078 | 1.2961x1078 || 1.2719x 107 | 1.2909x107° | 1.2960x1078

rupt the flow. Also, note that if pointwise, time-resolved mea-
surements are sufficiently accurate, the regression analysis can
be performed on (20) directly. In this case pointwise measure-
ment of only a single reactant concentration is needed, with the
coefficient of 5% providing k. This latter possibility, however,
is not explored in the present study.

The evolution of dé/dt is shown in Figs. 9 and 10. In Fig. 9,
we rely on first- and second-order formulas for evaluating the
derivative, and in both cases the time step corresponds to that
used in the computations. In Fig. 10, we rely only on a second-
order approximation, with a sampling time step £ that is signifi-
cantly larger than that used in the computations. This mimics ac-
tual experiments, where sampling at very high frequencies may
neither be possible nor desirable. As shown in the figures, in all
cases dé/dt is well approximated.

The least-squares procedure is tested using the analytical so-
lution for a purely reactive system at different sampling time in-
tervals. As shown in Table II the interpolated coefficients match
the actual input parameters ky = 4 x 10° and k, = 0.1. Note,
however, that at the larger sampling interval very small errors
appear in the estimate of k., even though the exact solution is
used as input to the regression. These weak errors reflect the am-
plification of round-off errors due to the stiffness of the linear
equation system. As further discussed below, the impact of this
stiffness is substantially more pronounced when numerical re-
sults are used, especially when molecular diffusion effects are
accounted for.

We now apply the regression analysis directly to the output
of the computations. The analysis is conducted in two versions.
In the first version, we simply switch off the electric field, as
outlined above. In the second, both diffusion and electromigra-
tion are interrupted. Comparison of the two sets of results thus
enables us to directly assess the role of diffusion on the extrap-
olated rates.

As shown in (22), the present analysis requires estimates of
dé /dt. In the results below, these estimates are obtained using a
second-order centered-difference formula. In the results shown

in Table III, this approximation is performed within the simula-
tions, using the computational time step Az = 10 us. The sam-
pling time, ¢,, denotes the time interval between neighboring
points in the least-squares procedure. Thus, in Table III, the
derivative d6/dt is estimated using a finer time step than the
sampling time 5. In Table IV, this exercise is repeated with
d6/dt estimated from the sampled data, i.e., using a time step
equal to the sampling time ¢,. This latter case mimics more
closely the experimental analysis, as data between neighboring
points is not available.

Examination of the results in Tables III and IV indicates that:

1) There is better agreement between the estimated and
input/known values (ky = 4 X 10°, k. = 0.1) of the
reaction rates for the case where the derivative dé/dt is
estimated based on the computational time step. Thus,
for fixed %, the agreement between the estimated and
input values deteriorates when the derivative is estimated
on a wider time interval.

Kinetic rate estimates obtained with molecular diffusion
ignored are in better agreement with the input values than
estimates obtained in the diffusive cases. This indicates
that even though diffusion may have weak a effect on the
absolute values of concentration, it still has a substantial
effect on the least-squares predictions, especially at large
sampling intervals.

The extrapolated backward rate is highly sensitive to the
presence of diffusion and to the sampling interval ¢,. Ex-
cept for small ¢, and negligible diffusion, the interrupted
flow approach proposed here does not seem to be a prac-
tical method of estimating the backward rate, k.. The
high-sensitivity of the estimated values of k. can be traced
to the stiffness of the equation system, which leads to an
ill-conditioned matrix.

In contrast, the extrapolated values of kf are much more
robust, and provide reasonable estimates of the forward
rate. In particular, for all cases analyzed, the estimated
value of k,. differs by less than 4% from the input value.

2)

3)

4)
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VI. CONCLUSION

A numerical study of band-crossing reactions was conducted
using a quasi- 1-D computational model. The model accounts for
the evolution of species concentrations due to bulk advection,
electromigration, diffusion and chemical reaction. The latter is
described using a single step, reversible mechanism involving
two reactants and one product. Attention is focused on a fast
reaction between initially unmixed bands.

A parametric study of the behavior of the species profiles
during the crossing was performed. Simulation results were in-
terpreted in terms of the Damkohler number and of the ratios
of the electromigration velocities of the reactant and product.
As expected, the results indicate that the overall consumption
of the reactants increases as the Damkdohler number increases.
The results also indicate that the structure of the concentration
profile is strongly dependent on the differences of electromigra-
tion velocities. In particular, when the product electromigration
velocity is equal to the average of the reactants electromigration
velocities, the product concentration exhibits a thin profile with
peak values significantly higher than the initial reactants’ con-
centrations. This stacking effect may provide a useful means of
sample preconcentration based on reaction rates and mobilities,
and for enhancing the sensitivity of a variety of on-chip assays.
For higher or lower velocity, the product concentration profiles
are spatially wider and exhibit significantly lower peak values.

The simulations were then used to explore the possibility
of extracting forward and backward rates based on time re-
solved observation of integral moments of species concentra-
tions. When signals of all three species are observed, a robust
extraction procedure can be implemented, which results in ex-
cellent estimates of the forward and reverse rates. The simula-
tions are also used to investigate interrupted flow experiments
where only the reactants’ concentrations are measured. In these
situations, an approximate analysis can be applied to extract re-
action rate parameters. Results indicate that in the case of fast
forward reaction this approach yields robust estimates of the for-
ward rate constant, but that the reverse rate parameter is not ac-
curately predicted.
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